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Disinfectants are gerniicide.s ; that is to say, they kill bacteria and other lower 
organisms which injuriously affect the upper forms of life. 

After disinfection usually there remains a residue of harmless, highly resistant organisms, which 
often act beneficially by consuming injurious organic matter and organisms. In practice a complete 
annihilation of all organisms would be difficult to attain economically. 

Antiseptics are less powerful than disinfectants in that they only retard or 
prevent the growth of injurious lower organisms in suitable media. 

The germicidal power and the antiseptic power of a material are not always simply related, 
tor example, guaiacol has only 0.9 the germicidal value of phenol, whereas it is two and a half times 
as effective as an antiseptic, it lakes two and a half limes as much phenol as guaiacol to slop 
an organism developing in a broth (antiseptic action), whereas when it conics to killing an already 
existing organism 0.9 part of phenol has the same action as i part of guaiacol {germicidal action). 

Testing Disinfectants. — The test usually employed for comparing the 
germicidal action of disinfectants is that introduced by and Walktr {Journ. 
Roy, San. Inst.^ 1903, p. 424). 

In this test the standard disinfectant is pure phenol (carbolic acid), CrH^OH, 
and the power of a disinfectant is expressed numerically in multiples of the amount 
of pure phenol which will achieve the same germicidal result. This multiple is 
called “the Rideal- Walker carbolic acid coefficient,” or “germicidal 
value” of the disinfectant. 
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To give an eNamnle, if a disinfectant lias a “ carbolic acid coelKcicnt ” of to, it means that the 
disinfeciant acts ten times more powerfully than phenol ; in other words, i part of disinfectant will 
act with the same power as lo parts of phenol. 

The Rideal-Walker test is usually applied as follows 

The disinfectant is dissolved in sterile distilled water, several different con- 
centrations being made, C..T-J ^ S- disinfectant to 500 c.c. W'ater, t : 55ti*> f 1 600, 
I : ;oo, etc. 

Next 5 drops of a twenty-nine hours' blood-heat culture in broth of an organism 
is added to 5 c.c. of each of the diluted solutions of disinfectant, and subcultures 
are taken with a platinum loop from each solution each two and a-half minutes up 
to fifteen minutes. Each subculture is incubated at 37' C. for forty-eight hours, 
and it i.s noted whether the culture lives (denoted by -h ) or is dead (denoted by - ). 

A similar experiment is carried out with a solution of phenol of known strength, 
and the results are compared. 

The following results are typical 


Diluliun of Disinfectant. 


I : 500 




I I ; 600 


i : 700 


Phenol solution, i ; loo- ! 


Time the Disinfectant 
has Acted on Culture 
before Making the 
Sub-Incubation. 

Kesult on Cuitu 

2 A minutes 

alive (-r) 

5 ' n 

dead - ) 


„ (-) 

10 

•. ( - ) 


.. (-) 

•5 

.. (-) 

2 * 

alive ( - 1 - ) 

5 

•> ( + ) 

ft 

dead ( - ) 

10 

(-) 

„ 

- (-) 

■5 

.. (-) 


alive ( -t- ) 

5 i> 

„ ( + } 

ft „ 

1 . ( + ) 

to „ 

dead ( - ) 

'2{ „ 

( - ) 

'5 

n i A 

„ 

alive ( + ) 

5 

„ ( + ) 

7 } „ 

( + ) 

1° 

( + ) 

„ 

>, (-h) 

'5 : 

dead ( - ) 

D, „ 

alive ( + ) 

5 

n ( ■!- ) 

7i „ 

.. 1 + ) 


dead ( - ) 

„ 

.. (-) 

'5 

u (-) 
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Comparing these results ' it will be seen that the disinfectant, diluted i ; 600, 
acts with the same power as a phenol solution of dilution t ; 100, 

Hence the “carbolic acid coefficient” or “germicidal value” of the dis- 
infectant is = 6, i.e., I part of disinfectant will do the work of 6 parts of phenol. 

The following shows the germicidal value (Rideal-Walker carbolic acid 
coefficient) of various disinfectants towards B. typhosus 


JJaiuJcitaut. {Kidciil- li^alkf.r Coepit icut) 

Gtrmuidal Value. 


Mercuric chloride - - - - . 

400-3,000 

Hypochlorites (calculated on available chlorine) - 

146-220 

Iodine water - - . . * . 

100 

Iodine trichloride - . ... 

94 

liromine water - - - - - 

64 

Potassium [lermangauate - - - . 

42 

Chlorine water ■ ■ . . . 

28 

Silver nitrate .... 

16 

Formic acid ..... 

5-7 

Benzoic acid ..... 

5.0 

.Sodium bisulphate - - . . . 

4.1 

Crcsylic acid ..... 

3-7 

Copper sulphate (calculated as CuSO,) 

2.0 

l.actic acid ..... 

1.8 

Hydrochloric acid ..... 

1.6 

Kucaljptol ...... 

1.2 

Guaiacol ...... 

0.9 

Acetic acid ..... 

0.6 

Formaldehyde ..... 

0.5-0.7 

Resorcin ..... 

0. 2 

Chinosol - . . . . 

p 

p 

'0 c 

Pyrogallic acid ..... 

0.2 

Zinc chloride .... 

'^■*5 

Boric acid ...... 

<0.1 

..\lcohol (absolute) - . . ... 

<0.1 


' Kiikal ainl Walker very concisely express these results as fv»iU>\\s 


Disinfectani Dilution. 

4 

5 

Minutes, 


'5 

I : 500 . 

+ 





1:550 . 

+ 

+ 

- - 



I ; 600 . 

+ 

+ 

4. 

_ 

_ 

0 

0 

r— 

i. 

+ 

+ 

+ 

-h 


Phenol, i : 100 

+ 

+ 

i 

+ 

+ 


- 
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PART I.-ORGANIC DISINFECTANTS AND ANTISEPTICS 

Coal Tar Fluids. -These consist of dark, thick fluids, smelling of coal (ar, 
and containing phenolic bodies or their sodium or potassium salts mixed with 

Solutions are achieved by converting the phenols into their 
sodium or potassium salts. 

For example a uelPknown mixture consists ot crude creosol, l pari ; potoium soap 1 part; 
whiS are heated logelhcr with stirring; often alcohol or glycerol is added to such mixtures 

mcr^ase^Ae soluhhty I other oils have Keen .sulphonated, cresyhc acids then mixed into ihe liquid, 
and caustic Mda or potash added in sufficient amount to obtain a water-soluble neutral solution. 

The liquids which yield emulsions with water consist of nearly insoluble 
cresylic and other phenolic acids, mi.xed with soaps, resins, oils, gelatine and soda. 

The cresylic acids and similar honiologues of phenol ate much less soluble and much less 
poisonous to man than free phenol, and at the same time ha.e a higher germicidal value («e ist 
above). Conseuuentlv, most of the coinniercial coal tat dtsmfectant fluids are now practically 
from phenol, and are practically non poisonous. The I’rivy Council Orders of ipw and 1902 
prohibit the uncontrolled sale of liquors contaioing more than 3 per cent, phenol or Us homologues. 

Guaiacol (methyl-catechol, QH^IOHKOCHj)) and creosol (methyl guaiacol, 
C H (OCH3),.) are contained in wood creosotes, and form the basis of disinfectants 
and antiseptics much used in the treatment of tuberculosis. 

The eermicidal value (Rideal- Walker coefficient) of guaiacol i.s only o.q lliat of phenol, 
whereas its antiseptic power [i.e., power of preventing the growth of bacteria) is slated to be 2.5 
times that of phenol. \ t per cent, solution kills /?. ittbenuhsis in two liours. 

OH 


Thymol (CHg- 


).CyH;), present in oil of thyme, in Siituraled solution 


(0.3 per cent.) arrests putrefaction. 

Resorcinol (m-dihydro.xybenzene, m catechol (o-dihydroxy- 

benzene, 0 C,iH^(OH,,)) and bydroquinone (quinol, p-dihydroxybenzene, 
p-C6H^(OH).,) and pyrogallol, are all powerful medicinal antiseptics. 

A 1 per cent, solution of resorcinol is very effective. A 9 per cent, solution is sold as 
“ Andeer’s lotion.” Bismuth ioilo- resorcin sulphonale is svld under the name of *' anusol." 

Pyrogallol (CgH^( 0 }Ib) is an effective laclericide in a 3 per cent, solution. It is, however, 
poisonous and quickly oxidises. 

The antiseptic values of these phenols may l>e l.iken as hydroquinonc 30, resorcinol 25, 
catechol 20, pyrogallol 15, phenol l>eing taken as 20. 

The Rideal-Walker carbolic acid coefficient of resorcinol is 0.30, of catechol 
is 0.25, and of pyrogallol is 0.22. 

Beta-naphthol (Ci„H;(OH)) is much used for internal disinfection, the usual 
dose being j-io grains. 

A solution of 0.5. 1.0 per cent, of B.-naphthol dis-solvcd in alkaline carlxmatc solution kills 
typhoid germs in a short lime. The free B.-naphlhol has a greater germicidal action than its 
alkaline salts. 


B.-naphlhol, up to 10-15 ,P«f cent., is much used in ointments in certain 
skin diseases. Certain derivatives of B.-naphthol are very powerful disinfectants. 
Among these may be mentioned the non-poisonous and odourless halogen 
substituted naphthols. For example, tribroraonaphthol (C,(|H,Br3(0H)) in 
dilutions of i : 250,000 has a decided germicidal action, 

_ The halogen substituted naphthols are, next to mercuric chloride, the most powerful dis- 
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The easily soluble calcium or aluminium salts of B. naphthol sul- 
phonate are in the market under such names as “ abrastol,” “ alumnol,” etc. 

A dilution of i ; 250 will inhilut the growth of pus cocci and similar bacteria. 

Various essential oils have a distinct antiseptic value. Oil of eucalyptus 
(Rideal- Walker coefficient 1.2) and pinol are widely used. Sanitas owes its 
disinfecting powers to the slow oxidation of certain essential oils, whereby ozone 
is generated, reabsorbed, and the oil regenerated {.see British Patent, 274, 1876). 

Benzoic acid ((l,jH5.COOH), and salts thereof, are powerful antiseptics, i 
part dissolved in 400 of water kills B. typhosui in three or four minutes, 0.022 
per cent, benzoic acid in milk retards souring, 0.26 per cent, sodium benzoate and 
0.29 per cent, potassium benzoate having an equal value. Rideal - Walker co- 
efficient is 5.0. 

Henzoic acid and Irenzoates are not poisonous, 0.5 grain per day in food leaving no injurion.s 
effect on man. Hence the use of Irenztnc acid and lienzoates in food. preservation ; their taste and 
smell, however, tend to fiavour the goods. 

Salicylic acid ( 0 -C|;H,(OH).COOH) is widely used as an antiseptic. It 
is only sparingly soluble in water (i : 500), and at this dilution it takes three hours 
to kill 5 . typhosus. 

Its food-preservative value is about that of benzoic acid. Moulds and ferments 
are inhibited by o.i per cent., smaller quantities than this being inefficient. 

Satol fphcnybsalicylate, C„H,.OH.<iOtK'jH5) is used as an internal antiseptic, being hydro- 
lysed when in the inte.stines into phenol and salicylic .acid. 

Salophen is p-aminophenyl acetyl .salicylate : it has a stronger antiseptic action than 5.alol. 

Acetic acid, propionic acid, tartaric and citric acid have all a distinct 
preservative power towards certain bacteria. 

A 5 per cent, solution of acetic acid was found by Riileal lo Icill /?. coh in five minutes; a 
2.5 per cent, solution killed it in fifteen minutes, while the bacteria were unaffected after forty 
ininulos liy 0.5 per cent, solution. 'I'he Kideal-VValker coefficient for acetic acid is 0.6. Cholera 
germs are stated to be kille<l by 0.08 per cent, solutions of dtric acid, and typhoid germs by 
0.1 percent. 

Citric and tartaric acid -solutions, however, soon go mouldy in warm weatlier. 

Lactic acid has considerable disinfecting and germicidal value, having a 
Rideal- Walker coefficient of 1.8. It is much used in various fermentation 
industries as an antiseptic. 

Formic acid (HCOOH) is a jwwerful antiseptic and germicide, the Rideal- 
Walker coefficient being 5.7. 

According to Rideal a 0.5 per cent, aqueous solution will kill B. typhosm in fifteen minutes, 
and 0. 1 |)er cent, solution will kill (bis oiganism in thirty minutes, and will inhibit the growth of 
mould. Formic acid, however, is less efficient than formahlehyde in destroying spores. The salts 
of formic acid are not effective di.sinfeclants. 

Pornaald^hyde (H.CHO) is sold as an antiseptic as a 40 per*cent. solution 
under the name “formalin.” The Rideal-Walker coefficient is 0.55. A solution 
of 1.5 per cent, formaldehyde (3 pints formalin in 10 galls, of water) will keep fruit 
immersed therein for ten minutes for ten to twenty-one days longer than when 
untreated, i part formaldehyde in 50,000 water (i part formalin to 20,000 water) 
will keep milk from souring for twenty-four hours without injury to health, r part 
formalin to 10 parts water is used for preserving bodies for dissection, etc. 
0.003-0.03 per cent, stops the development of bacteria; 0.007-0.060 stops the 
development of yeasts; while moulds are inhibited by 0.03-0.125 |)er cent. 
Soft potassium soaps impregnated with formalin are much used in operations for 
instrument and hand disinfection. 

Formsldehyde in small amount is piesent in smoked fish and bacon li ; 10,000 to \ \ 100,000 
weight of goods) and is one of the a^nts which effect preservation of smoked provisions. 
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Paraformaldehyde, paraform, triformal is a solid polymer of 

formaldehyde. It dissociates when heated into gaseous formaldehyde. It is only 
slightly soluble in water. It is used for disinfecting instruments, also a.s an internal 
disinfectant. It is also widely used as a means of generating gaseous formaldehyde 
for disinfecting rooms, etc. 


Mixtures of paraformaldehydes and peroxides of sodium, or barium, form formaldehyde and 
hydrogen peroxide, a powerful disinfecting .igeni. 

Iodine cyanide (ICX) is fatal to all lower forms of life, and its use as a 
preservative for biological specimens has been suggested by Kobert. 

Iodoform (CHT.j) is a powerful antiseptic, formerly much used in surgery, 
although it is stated to be less efficient than a dilute solution of iodine. 

Carbon tetrachloride (CCl,) kills typhoid germs, hut chloroform (CHClJ 
vapour does not, although the latter is efficient in .aqueous solutions (0.62 per 
cent, solution takes thirt\ minutes), and chloroform is frei]uently employed for 
preserving .specimens and infusions. 


Other Organic Substitution Compounds of Chlorine, Bromine, and 
Iodine. -Most of these have a high antiseptic value. For details, see Bechhold 
Zeitsch. Hyg. Infect., 1909, 6^, ii,y. ’ 


Saccharin (Benzoyl sulpitonic-imide) has some pre.servative power, and is 
non-fermentable. h has been used medicinally, and is a preservative. See 
Martin’s “Industrial Chemistry: Organic,” under Sweetening Chemicals. 


Hexamethylene tetramine 

ammonia and formaldehyde, h,as 
name “urotropine.” 


(C,iH|;N,), made hy evaporating together 
long heen used .is an antiseptic under the 


llevamethylene tetramine forms the i^isis of a t.uRe mimlK-r ..f aniise|,iic |.rrp.iraiion.. 


I'rtKl II 


-1 .N UKO.A .M ( : D LS 1 N FICCT A N ' 
Oxidising Disinfectants 


of «l«cially in the presence 

the water. “ ’ ^ "" injurious chemicals behind in 

ffi'-l water. water free frotn ,„uch 
..ubstanee be.nR rapidly destroyed I,,’ orRanic amt oeidS'Ctle" 

the hk^' the air of underground railways and 

ffeone is espedalty active towards micrcorganisms wi.en moist, less so w„en dry 

disinS;;r™ ''Th"ts';hfh'’'"'f^"‘* ‘hem oxidising and 

(see above).' hasis of the well-known disinfectant “ Sanitas ” 

^^rdi'ng to'lhe “i'li'ing agents. Thus 

Koi f 'S ‘ “ 

lUiTld'l?'’' parpose;. ^ ‘’'""'"E *>able solutions which can 

It should be noted that many oson.des are explosive. 
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For further details regarding the use of ozone as a disinfectant see this work, 
Vol. I., under Ozone and also under Water. 

Hydrogen peroxide (H^o^) 'S a powerful germicide. In dilute solution it 
does not injure foods, and is non-poisonous. It does not destroy enzymes such 
as diastase, pepsin, pancreatin, ptyalin, although it attacks and destroys 
certain other enzymes, such as catalase (contained in malt, milk, yeast, etc.). 

These properties make hydrogen peroxide very suitatrle as a preservative for milk and similar foods. 

Kideal states that when milk is treated with 0.6 g. II.2O.2 per litre and heated to C. for 

eight hours, the milk kept unchanged for four weeks in a closed receptacle, and was unchanged in 
physical properties. Thus the pasteurisation of milk is effected at a lower temperature in the 
presence of hydrogen peroxide. 

One per cent, of hydrogen peroxide will destroy pathogenic bacteria in about 
twenty-four hours. 

Hydrogen peroxide is largely used as a spray, gargle, and a dressing for wounds, 
also as an internal disinfectant. 

It is sold under various names, such as perhydrol (30 per cent, solution giving 
off too vols. of oxygen); dioxogen {3 per cent.); “peroxol,” “pyrozone,” 
“glycozone”; all these contain hydrogen peroxides, sometimes mixed with other 
disinfectants. 

A solution of hydrogen peroxide in ether, containing i.z per cent. H.,©.., has 
been used in scarlet fever and whooping cough under the name “ ozonic ether.” 

Ethereal solutions of hydrogen peroxide are more stable than aqueous solutions. 

Metallic Peroxides 

I'oregger and Philipp {fmrn. Si>c. Chtm. Ind., 1906, 298) state that calcium 
peroxide is better than hydrogen peroxide for sterilising milk, the effects being 
much more durable. 

For sterilising water whiets of magnesium peroxide and citric acid have 
been used. 

The citric acid on coming into contact with the water attacks the magnesium 
[teroxide, liberating hydrogen peroxide, .-kccording to Park 0.2 g. of magnesium 
peroxide killed 2,000,000 typhoid organisms contained in 150 c.c. of water in 
one minute, o.i g. magnesium peroxide achieved the same result in thirty minutes. 
Magnesium peroxide is the main constituent of “ Hopogan." Calcium peroxide 
and magnesium peroxide have been advocated as a constituent of tooth powders. 

Sodium peroxide also generates oxygen or hydrogen peroxide, and has 
disinfecting properties. Unfortunately it yields a strongly alkaline solution. 

Zinc peroxide also evolves oxygen and has powerful antiseptic properties. 
It has been sold under the names “ I )crmogen " and “ Ektogan.” 

Mercury peroxide has antiseptic propeities, and has been used as a cmi- 
stituent of ointments and similar preparations. 

Persulphates, percarbonates, and perborates have recently been intro- 
duced as disinfectants (see this work, Vol. I., under Oxidising Agents). 

Permanganates and manganates have long been used as disinfectants 
under the name of Condy’s Red and Green Fluids. 

Both the sodium and potassium salts have powerful disinfecting properties, 
but the sodium salt seems to be preferred. 

They owe their germicidal action to their oxidising properties, and are rapidly 
reduced by oxidisable matter, yielding brown oxide of manganese. Consequently 
disinfection by permanganates can only be economically exercised in cases where 
there is, comparatively speaking, only small amounts of oxidisable matter present. 
The Rideal-Walker coefficient of potassium permanganate is 42. 

The usual method of application is to add the permanganate until the water remains per- 
manently pink, and for polluted waters tlic pink colour should persist for twenty-four hours. This 
process of disinfection has long been practised in India in cases of water suspected of carrying 
cholera germs. e r v o 
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Chlorine and Hypochlorites 


Chlorine, owing to its chemical properties, can act as a disinfectant" by uniting 
with the hydrogen of water and liberating nascent oxygen, which then destroys 
the organisms, Chlorine also acts by directly attacking the organic matter, forming 
substituted compounds incapable of putrefying. 

Chlorine acts as a direct poison towards bacteria. Chlorine water has a Rideal- 
Walker carbolic acid coefficient of aS, 

Perhaps the most important disinfecting effect obtained by chlorine and also 
hypochlorites is an indirect one. The substitution compounds which they form 
with organic matter act themselves as powerful germicides. 


According to Rideal {/aurn. Kdj'. Situ, /ml., 1910, 31, 2) these bodies are the chloroproteid.s, 
the chloramines, anH hydrazine. 

Rideal proved this by showing that although the Rideat-Walker carliolic acid coefficient is 
only 2,2 for i per cent, available chlorine, yet on adding f>ne equivalent of ammonia the germicidal 
value increases to 6.4, and remains nearly at this level for over twenty-four hours. Since the 
germicidal value of ammonia by itself is only about 0.007, enhanced germicidal effect must 
be due solely to the uresence of chloramine {NH.>C 1 ), a liody which has a pungent odour like 
hypochlorous acid, and wh'ch gives the blue reaction* with KI and '.tarch. The chloramine unites 
with the excess of ammonia tiiiially contained In sewage, forming hydrazine {NHgCI + Mr.s: 
NFr2.N llg + HCl), which ha?, in the form of free ba-se, a Rideal-Walker crtefticient of 24. 
Compound chloramines are formed when chlorine acts on nitrogenous compounds of a more 
complex type than ammonia, and these compounds .arc likewise pj.isonous 10 bacteria, lending to 
attack their cellulose envelopes. ® 


The fact tliat chlorine in a free state is inconvenient to use, and that it acts 
much more powerfully when suitably combined, has caused the gas to be replaced 
by hypochlorites, which are cheap and efficient, and whose activity is me.asured 
by the amount of “availalale chlorine’' that they contain. The Rideal-Walker 
coefficient of hypochlorites (calculated on “available chlorine") is 146-220 
The chief hypochlorite used is “chloride of lime "or “bleaching powder’’ 
(calx chlorin^a), which is prepared as described in this work, v5. h, under 
Bleaching Powder. 1 he active basis is calcium hypochlorite. Chloride of 
hme has the great advantage of being an easily transportable .solid, and is very cheap ; 
but It suffers from the serious disadvantages of being rapidly destroyed on exposure 
to moist air, takes a considerable time to pass into solution, and leaves behind a bulky 
residue of undissolved hme. Moreover, it leaves on the surfaces treated a layelJ 
0 damp for a long time from the highly deliquescent calcium chloride. When 
applied for the purification of drinking water it imparts a bitter taste and increases 

fn of tficse disadvantages chloride of lime is very widely used 

for treating drinking water, especially in times of epidemic.s. ^ 

not corrrxled. At Cambiidse in 1910 die addition of ” f 1 ' ironwork wu 

proportion of 1 pan of available chlorine to a S mill 'hi "'aler supply in the 

Sff taetcria, a'Sl tolall/den^ySThrcI Wc™ ^ «"'■ 

''•i'll 0-2 part of available 

that ton is absent from ,0 c.c. „nh' triied «ler * axaminalion show, 

of twelves. -ddaii to the storage reservoirs with a eonUct 

Instead of using® ^Si^e'Tltoe.TSycrfr'carrbh t 'm' 

and 0.5 pan of chloride of lime. This claZ (fISo?: uTalme" M 


facture and propertieT^sef thi’s^'S, Vor'l )®° lIT. 

to soften the water, and does not notireahii- i. advantage of tending 

not (like chloride of lime) leave the treated Vurfaf <*oes 

wards owing to the presence of deliquescentllts ^ ® 
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Sodium hypochlorite solution is placed on the market as a disinfectant under 
several fancy names. 

Thus “ antiformin contains sodium hypochlorite and caustic soda, and has been much used 
in breweries. “Chloros” is a solution of sodium hypochlorite containing to per cent, available 
chlorine. “Oxychloride” contains jo-i2 per cent, available chlorine. The old “Eau de 
Javel ” was potassium hypochlorite (made by chlorinating potassium hydroxide). Its place is now 
taken by the well-known “ Eau de Labarraque,” which is a chlorinated .sorla containing 2,5 per 
cent- available chlorine. 

“ Hermite Fluid” is a well-known fluid prepared by the electrolytic method, containing 
4-5 per cent, available chlorine. It contains magnesia and also free hypochlurous acid, and has 
been successfully employed in several London districts. 

Local disinfection can be achieved by sodium hypoebiorite solutions containing 
0.35 per cent, available chlorine, which will kill most organisms in a few minutes, 
and will destroy all pathogenic sjrores in the space of a couple of hours. 

Clean filtered rvaler, however, requires much less available chlorine to 
effect practical sterilisation. According to Rideal 0.75 i part of available chlorine 
to each million parts of water destroys all harmful bacteria, and after the 
water has stood for a couple of hours its taste and odour are unchanged- 
Swimming baths are also best sterilised by sodium hypochlorite solution, which 
destroys surface growths and bacteria. 

' In the case of sewage, however, very much laiger quantities of hypochlorite 
solution must be used in order to disinfect them. This is on account of the large 
amount of oxidisable matter. In fact, it is on this account uneconomical to 
directly disinfect sewage with hypochlorites. It is best to purify by other means 
(see disposal of sewage under Water, ibis work, Vol. I.), and finally use hypo- 
chlorite for imparling final sterilisation to the partially purified liquid. 

In America it has Iwen proved thai tteaiing sewage effluents with 2-5 pans per million of available 
chlorine applied as so Hum hypoebiorite will destroy about 97 per cent, of all lacteria in about 
two hours. Kideal slate.s that 3 pans per million of available chlorine applied to partially 
purified effluenu will rerluce the bacterial contents to altout 20 per too c.c. of liquid, while 17 
parls per million of available chlorine completely destroyed all organisms in about fifteen 
minutes. 

Raw sewag*. however, required for complete sterilisation aixtut 30-70 parls of available 
chlorine per million parts water, ami a contact pertml of between four and five boars (see 
Kideal, A'ay. San. tns/., 1905, 26. 7 : 1906, p. 556 t Tratrr. Famd. Sar.. 1903, 4, 3. See 
also U.s. Dept, of Agriculture, Hull. 115, Oct. 1907 ; Royal Commission on Sewage, Appendix 
I'., 1910, pp. 84-171 ) Kep., 1908, 195-201). 

From these results it will be seen tbat lime is .in esserilial factor in causing 
efficient sterilisation. A small amount of disinfectant acting for several hours will 
cause almost com|ilete sterilisation, whereas lo achieve the same results in a few 
minutes requires a large proportion of disinfectant, and (except in the case of ozone 
and hydrogen peroxide) leaves behind in the treated water considerable amounts of 
residual chemicals, which affect the palalability and odour of the water. 

Pemoval of Chlorine. — In order to remove chlorine from drinking waters 
sterilised thereby, it is either treated with metallic iron (Thresh, British Patent, 
3,023, of 1909) or else filtered through coke (Candy, British Patent, 4,212, of 1909). 
In order to detect free chlorine in drinking water sterilised by hypochlorites, 
Le Roy {Camft. rend., 1916, 163, 226-228) suggests the use of hexamethyltri- 
p-ammotriphenylmethane, the reagent being prepared by dissolving i g, of the 
free base in lo c.c. of cold hydrochloric acid, diluted with its own volume of water, 
and then making the solution up to 100 c.c. with distilled water. A few c.c. of 
'u added to i litre of water gives an immediate violet coloration if free 

chlorine is present. The reagent is sensitive to 3 parts of available chlorine in 
100,000,000 of water. 

The usual method of detecting the presence of available chlorine in water is 
to add to the suspected liquid a solution of potassium iodide and starch, when a 
blue colour develops. 
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Bromine and Iodine and their Derivatives 


Bromine is an even more efficient germicide than chlorine, bromine water 
having a RideahWalker carbolic acid coefficient of 64 against 28 for chlorine water. 
The difficulty of using bromine extensively for sterilisation is the danger attending 
its use, although it is very efficient for rapid sterilisation in the field. 

It has been suggested to use for sterilisation in the field free bromine in thin 
sealed glass tubes, and Rideal found that 20 parts per million of bromine sterilised 
B. lyphosin in water in about thirty minutes. The process was employed in the 
Soudan campaign in i8g8, using 60 parts of bromine per million of water with five 
minutes’ contact, and removing the e.vcess of bromine by 57 parts of sodium 
thiosulphate. 


It has been disputed whether this process is efticiertt (see .Schmter, /.fitsi h.f. Hy^.^ igoo, p. 5^), 
and one objection is the formation of residual bromides. 


“ Bromidine ” consists of a dry mi.vtiire of sodium bisulphale with sodium or 
potassium bromide and bromate. The.se react when moist to liberate free bromine. 
This material was introduced by Braithwaite. 'I'he main disadvantage is the entry 
of residual bromides into the drinking water. 

Altmann’s process consists in dissolving free bromine in potassium bromide 
solution. Forty parts of bromine with five minutes’ contact [rer million parts of water 
sterilises the liquid. The e.'tcess of bromine is then removed l)v ammonia. 

This process suffers from the defect that a bulky solution must lie cmployeil. Moreover, the 
expensive and physiologically active potassium hromirle remains dissolved in tlie treated water, 

Iodine.— Although free bromine is more rapidly, absorbed by organic matter 
than free iodine, yet the latter appears to he a more vigorous poison towards 
protoplasm. 


^ Cash proved (hat the guaiuilies of chlorine, tuominc. and italiae retyuired for disinfection under 
similar conditions is nearly in the ratio of their atomic weighl.s. The increa>e of Itjxicitv vvilh 
increase of atomic weiglit is apparent it we compare tire germicidal value (hideal-Walker coelficieni) 
of chlorine water (28) with that of trremine water (64) .and imline water (loo). 

The high germicidal value of iodine makes it widely used as a constituent of 
ointments or tinctures in parasitic diseases. The surface of the skin is often 
disinfected before operations by painting with the tincture. Sometimes the 
surface of the skin is cleansed by applying a i per cent, solution in benzene or 
chloroform, especially prior to hypodermic injections. 

C ^ limited application for the purpose of sterilising water in the 

field. Thus, during the Thibet and Sikkim expeditions iodine tincture was 
applied to the water, the excess of free iodine being removed by the subsequent 
addition of sodium sulphite. ^ 


Nesfield s triple tablets, supplied for llm purpose of sterilising waler, consist of ( 1 1 a lalilel of 
Se-li'ov'rt n Thvse are left in Ihr^ur'rfmllVio three 

surgical opeS's'”’"’® and hands in 




Acids, Metallic Salts, Alkalis, and Metals 

bet“l orresfeattth:!^^^ "'“""7 

on the degree of ionisation and on ^'=P«'''ls to a very large extent 

g ionisation and on the specific properties of the individual ions. 
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Thus it has been proved in the case of acids that, other things being equal, the 
germicidal value of an acid depends not so much upon the amount of alkali 
required to neutralise it as upon its degree of ionic dissociation. 

The same applies to metallic salts. In general the metallic ion possesses a 
distinct germicidal value, and the more highly that they are dissociated at a given 
concentration the greater their germicidal value. 

This general principle tends to Ire olrsciired by the fact that .several salts ami acids possess an 
inherent toxic effect on Iractcria, quite independent of their degree of ionic dis-sociation. .Moreover, 
some disinfecting salts are occluded or alrsorlied liy solid substances accompanying bacteria, and 
,sn are prevented from exercising their full geniticidal value. 

The relation.ship between the chemical nature of the disinfectant employed and its disinfecting 
powers is, therefore, a very complex one, but much light has been thrown on the subject withiri 
recent years. The chief researches on the sufrject were carried out by Paul, Kronig, Sawey, and 
others between 1897 and 1900 (see Pharm. Jouni., igoo), to whose papers the reader should 
refer for further (rarticulars. 

Extended research has shown that metallic salts rank highest as germicides for 
spores (see Chick and Martin, /rrara. of Hygiene, 1908, p. 634). 

Boric Acid (H3BO,,) has only a very small germicidal value (Rideal-Walker 
carbolic acid coefficient less than 0.1) and so cannot be considered to be a dis- 
infectant. 

It.s chief value lies in its considerable power of preventing bacteria which attack 
food from developing. Thus, according to Rideal and Foulerton, 3 parts of boric 
acid and i part of crystallised borax added to 8,000 parts of milk prevented it from 
becoming sour for twenty-four hours, and no ill effects on the digestion appear to 
follow its use in modenate quantities. 

Consequently it is now the main preservative employed in preserving cream 
(0.25-0.5 per cent, boric acid), butter, and margarine (0.5 per cent, boric acid). 

Usually mixtures of boric acid and crystallised borax are employed. 

Sodium borofluoride (NaBK,), under the name “pyriat,” has been used as 
a food preservative. 

Osmic acid is a very powerful germicide, being very poisonous and a powerful 
oxidiser, but is too expensive to l)e widely used. 

Carbonic acid, carbon dioxide, has a distinct antiseptic action, since CO^ 
under pressure preserves food, and many aerated waters seem to be almost com- 
pletely sterilised. 

Fluorides and hydrofluoric acid (HF) are valuable antiseptics in that they 
inhibit the growth of various injurious organisms, although their direct germicidal 
value is small. Hydrofluoric .acid and its salts (especi.ally ammonium fluoride) have 
long been used in the brewing industry in order to check side fermentations and 
disinfect rubber hose, etc., 0.5-1 per cent. NH,F being efficient for the purpose. 
For further details see Martin's “ Industrial Chemistry ; Organic," under Fermen 
tation Industries. 

tlyilrofluiiric acitl and fliitiridvs cannni be used bu fosul preservation as they c.ause digestive 
disturbances. 

Hydrofluorsilicic acid (H.S.F,.,) has been used as an antiseptic under the 
names of “ keramyl " (25 per'cent. HjSiFj) and "montanin.” The sodium 
salt (Na .SiF,,) has been used for the same purpose tinder the name “ salufer.” 

Hydrocyanic acid (HON) and its sodium and potassium salts are 
extensively used as insecticides ami fungicides (see this volume under Insecticides 
and Fungicides), hut are not nearly so effective towards bacteria and similar lower 
organisms. 

Nitric acid and oxides of nitrogen are violent disinfectants, but their 
corrosive action, and also the extremely poisonous nature of these substances 
(breathing oxides of nitrogen may cause inflammation of the lungs, and even death), 
has caused their use for this purpose to be extremely limited. The cost of disinfec- 
tion is very high. 
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Chromic acid is a very powerful gerniidde, instantly oxidising and coagulating 
albumen. The substance, however, is too expensive, too corrosive, and too 
poisonous for general use as a disinfectant and preservative. 

Sulphuric acid is distinctly antiseptic and, when present in sufficient 
quantities, is also a disinfectant. 

Thus, 0.05 per cent, disinfects iron pipes without markedly corroding the iron. 
0.04-0,08 per cent, can destroy cholera germs in sewage. .According to Rideal 
0.035 pef sulphuric acid destroys typhoid germs in thirty minutes, 0.07 per 
cent, in fifteen to forty five minutes. 0.09 per cent, sterilises the drainage from 
hospitals. 

Nearly ail acids possess considerable disinfeclant jx)wer, .ind very few Iwcleria will develop in 
acid solutions. 

According to J'aul, Kronig, and Sawey [P/iarnt. Journ., 1900) the germicidal action of acids is 
proportional to their degree of ionisation in solution, except in certain cases where the acids exercise 
a definite poisonous action. 

For example, Winslow and Lochriilge found in the case of sulphuric and hydri>chIoric acid that 
99-100 per cent, destruction of B. typhosus or B. coU was effected with either acid at the same 
concentration of dissociated hydre^en (the germicidal action not being projwrtional to the strength 
of the acids as reckoned in normality). 

The alteration in the ionisation in a dilute acid solution, brought alK>ut l)y tlie addiiiun of neutral 
salts of the acid, usually accounts for the alteration of the germicidal value. 

There are. however, many disturbing factors to k‘ considered. Thus, certain acid.s, quite 
independently of their d^ree of ionisation, exercise a specific toxic action (c./., IlCN, HNOj, 
CCIfl.COOH, HF, all act poisonously towards certain Ijacleria). Again, the absorptive effect of 
solids in suspension affect the results considerably. What has l>een thoroughly pioved is that the 
acidity, as measured h)' litratiim with alkali, does not give the germicidal value of an aciil solution. 

Acid sodium sulphate, sodium bisulpbate (NaHSO^). has a considerable 
germicidal value (Rideal-U'alker coefficient = 4.1). It has been widely used for 
sterilising water for army purposes, being applied in the form of effervescing 
tabloids both in the South African and the Russo-Japanese wars. 

Rideal and Parkes (who introduced (he substance for this puritose) showed that 15 grains of 
RaHSO^ to a pint of watet in fifteen minutes de.slroyed nearly all disease getni.s, as well a.s internal 
parasitic worms. 


Sulphur dioxide has long been used as a di.sinfectant, being produced either 
by burning sulphur in air, or else by employing the liquefied gas in canisters. The 
latter method is preferable, as a regular supply of gas is assured, and there is no 
danger of fire, 

Attention to certain details is necessary in order to secure good results. Thus the dry gas 
has little effect on bacteria and spores, Imii kills vermin of all kinds, and so is especially effective 
in combating in.scct-borne infection. 

The wet gas is very much more germicidal in its action, but a.s a rule there is sufficient natural 
moisture m the air to make it act efficiently with only slight moistening. Thus, i lb. of sulphur 
a closed space of 1,000 culy ft. dilutes the air with 1.15 per cent, of sulphur dioxide. 
0.56 lb. of water is theoretically required to turn this into sulphurous acid, but owing to the water 
already in the air the additional moisture should only l»e applied by lightly spraying the surface 
or wathinj Kideal found that when shallow pans of water were placer! on the floor of a room 
‘ of s^upplying moisture, the .sulphur dioxide contents were actually lowered (by water 

or ing e gas) by over 50 per cent, in twenty-four hours, and disinfection was not complete. 

QuantitUs Nectssary for Disinficlion of Rooms.— lbs. sulphur burnt 
hours killed germs like B. typhosus and 
dipMerue, but not B tubtrculosis in dried sputum, nor anthrax spores. According 
o osenau, 5 lbs. sulphur per 1,000 cub. ft. kills all spore-bearing organisms after 
sixtren hours exposure. Of course the rooms must be sealed. 

hmploying liquefied SOj in canisters, one can reckon that i lb. of the liquid 
willyield _ 5 |cub. ft. ofgas. 

an/the*issufno sitips, sulphur is burnt in a special apparatu.s, 

in unfit he H^So/mist) are forced 

ee ‘>'1 ““ .0 per cent.' Fot details in use, 

■’"‘t “ ■‘w.- j... 
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Other Uses of Sulphurous Acid and Sulphites . — A solution of sulphur 
dioxide in water (sulphurous acid) is much used as a germicidal wash or spray in 
parasitic diseases lite diphtheria, and is also applied internally in gastric fermenta- 
tions, cholera, etc. 

The solution and also bisulphites are widely used in the fermentation and food 
industrie.s as a means of checking injurious fermentation. 

Several preparations of sulphites have Ireen placed on the marker, e.is., “ Hawke’s anti-ferment,” 

“ meat preserve crystals,” etc. 

There are, however, objections to the extended use of sulphites in this direction. 
According to J.ehmann 0.004 per cent, will not injure health. 

Durham (fourn. of Hypiene, April 1909) suggests the maximum legal limit 
allowed should be o.oi per cent, of “total sulphur dioxide.” 

Disadvantages of the Use of Sulphur Dioxide.— One of the main disadvantages of the 

u.se of sulphur dioxide for disinfecting purposes is that it is corrosive ; it attacks metals and organic 
.substances (Ireing of an acid nature), and a great deal is absorbed by the calcareous plaster, of which 
the ceiling and walls arc usually composed. Moreover the sulistanci^ has little penetrating power, 
and cloth, Ircdding, and similar materials cannot lie easily sterilised by it, the usual practice lieing 
to remove them and sterilise by healing in boilers. The fibres of textiles, loo, are olten rotted 
after treatment with sulphur dioxide, owing to the free sulphuric acid produced gradually dis- 
integrating the material. 

Moreover the gas is poisonous. It has lieen found that about 5 per cent, in the air has caused 
death. 0.5 per cent, can be hieaihed for some lime, and a higher percentage than this can be 
tolerated by hiealhing through a wet cloth soaked in washing soda. 

Sulphur is principally used as an insecticide and fungicide, its use in this respect 
being fully discussed in the section on Insecticides and Fungicides, which see. 
The same applies to the polysulphides. 

Arsenic is also jirincipally used as an insecticide, it being widely employed for 
sheep-dips and similar preparations, the preparation and uses of which are described 
in the section on Insecticides, Fungicides, and Sheep-Dips- Arsenic acts 
more injuriously on the higher forms of life than on the lower. The medicinal 
organic compounds, introduced by Ehrlich and others for various parasitical 
diseases, are treated of in Martin's “ Industrial Chemistry : Organic.” 

Lime, quicklime (CaO), has a strong germicidal action when in a dry condition, 
a fact which has been taken advantage of for centuries in the practice of burying 
the bodies of victims of plague and cholera in quicklime, and in the periodical 
whitewashing of buildings. 

Unfortunately the disinfecting power of lime is not so great as was formerly 
supposed. 

Thus it requires 74 parts of CaO (in the form of milk of lime) per million of 
water to destroy typhoid bacteria, while no less than 247 parts per million are 
required for destroying cholera bacteria, some hours’ contact being required in each 
case. The “excess lime” method of sterilising drinking water is referred to at 
length in Vol. I. of this work under Water. 

Two per cent, of dry quicklime and some hours’ contact are required to sterilise 
cholera discharges. 

It has been proved that dtsiiUerred infected bodies, which have been buried in lime, still retain 
the disease spores alive for a long time ; these may again become active and cause infection. 

Sodium and potassium hydroxides act as sterilisers when present in the 
proportion of 3-5 per cent. Warm solutions (60" C.) cause the death of most 
organisms in three or four minutes. 

Sodium and potassium carbonates are also antiseptics when present in 
solution to the extent of 6-10 per cent. The hot solutions (so'-bo" C.) cause the 
death of most germs in a few minutes. 

Soaps are also slightly antiseptic (see Martin's “Industrial Chemistry; 
Organic,” under Soap). 
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Salt, or strong brine, acts as an antiseptic— that is, prevents injurious bacteria 
from developing, and hence the ancient practice of salting beef, etc. Wounds are 
now treated with brine to prevent the development therein of dangerous organisms. 
Salt, however, is not a disinfectant— that is, it does not actually destroy disease 
germs. Thus it has been shown that a 50 per cent, salt solution does not kill the 
spores of ordinary moulds. 

The common practice of washing out milk iilcnsil-s, cans, etc., with brine has, therefore, little 
value from the disinfecling point of view. 


Copper and Copper Salts 

Copper salts arc all powerful germicides, the efficiency of the soluble copper 
salts depending upon their |iercentage of copper. Copper iulphak, being the 
cheapest, is the most usual one employed of the copper salts. It has a Rideal- 
Walker coefficient of 2.0 (calculated as CuSO,). 'i'he main use of copper sulphate 
occurs in agriculture for killing parasites infesting vegetation. The be.st known 
preparation is called Bordeaux mixture, and as the matter is fully discussed in 
the section on Insecticides, Fungicides, and Sheep Dips, wc refer the 
reader thereto for further information. 

It has been proved that the disinfection of excreta, etc., with such large <|uanliiieN as 5'io per 
cent, copper sulphate is not satisfactory. According to American aulhorilies. [sec Hull. U.S. 
Dept, of Agric., No. too, 1906; see also U.S. tlological Surve}, Water Supply I’aj>er, 229, 

р. 32 (1909)], disinfection hy means of copper sulphate Is not so efficient as that caused hy chlorine 
compounds, and is very much more e\|)enslve. llowever. a soluble disinfectant for stables and 
drains, consisting of about 75 per cent, of copper sulphate and sulpho-carUdaie, and containing 
some free sulphur dioxide, has been sold umler the name of “ microsol." 

Cuprous chloride (CuXb) is considerably more germicidal in its action 
than copper sulphate. Thus Kroncke completely sterilised Elbe water (containing 
50,000 organisms per c.c.) by treating with 50 (larls per million of cuprous chloride, 
adding 20 parts of ferrous sulphate, standing for six hours, and then precipitating 
all metal by mixing with 10 parts lime. On filtering through sand the water was 
perfectly colourless and sterile. 

Metallic copper appears to possess sterilisation properties. Thus the U.S. 
Department of Agriculture (1904) states that 1 sq. cm. of bright copper per too 

с. c. of water destroys uropUna, some forms of spiropyra. 

Kraemer, Rideal and Baines (/»«/•«. San. Inst,, 1904, p. 594), and li. Smith 
{/oiirn. Prev, Med.^ July 1904) have extended these ohservation.s, and confirmed 
them. Thus it was proved that by immersing strip.s of copper of 2 sq. cm. to each 
100 c.c. water (/>,, 3! sip in. to each quart) typhoid and colon bacilli were destroyed 
ill four to twenty-four hours (the length of time given by the different authorities 
varies greatly), and that with water containing over 1,000 ordinary organisms per 
c.c., only eight organisms per c.c. were left after twenty-four hours. 

The germicidal effat of copper on many algic and lactcria is Ixlicved to be due to the passing 
ot the copper into colloidal solution. 


Mercury and Mercury Salts 

Mercury salts are nearly all possessed of a high germicidal power, 
ccording to Kroriig and Paul (1897) the germicidal power depends almost 
solely upon the metallic ton, and is proportional to its degree of ionisation. 

thauh^fir^tb SerLS'Th he found 

cor esMSwiiribe^deZJ^ “"'1 'han the third, and that this order 

S belhowed ,h?t ™ "f 'h'* substances, the cyanide being almost non-ionised. 

a soMirof me iSt HoVT . 'Woride in water of different slrengihs, 

tolXredTc.i^by'Ssp,Sg^ .wiceas active as one part UgCI, 1 500 w^ateei 

jolulioD. ^ ^ g 0 ihe mcrvaicU dissooalion of ihe mercury sail in Ihc diluUr 



DISINFECTANTS AND ANTISEPTICS 


15 


Mercuric chloride (HgCI.,), long known as “ corrosive sublimate,’’ is one of the 
most powerful of disinfectants known, and formerly a o.i per cent, solution was 
taken as the standard of comparison of other disinfectants. The Rideal-Walker 
coefficient is 400-4,000. 

The solution recommended for disinfecting purposes by the Local Govern- 
ment Board consists of mercuric chloride, J oz. ; hydrochloric acid, i fluid oz. ; 
aniline blue, 5 grains ; water, 3 galls. 

The aniline Uue is added for colouring the liriuor, so as to prevent it getting into potable waters, 
etc,, by accident. 

Mercuric chloride is largely used in museums and similar institutions for pre- 
serving stuffed animals and specimens. Mercuric chloride has never come into 
extended use as a general disinfectant for the following reasons 

It) The substance is very expensive ; (2I it is extremely poisonous to higher animals and plants, 
and hence is dangerous to use ; (3I it is an irritant to wounds ; (4I it is often destroyed chemically, 
the mercury being precipitated in the form uf insoluble sails, by alkalis, bv many salts, hard water, 
sulphides, and organic bodies 1 .so that the substance is liable to be removed from solution before 
it has done its germicidal work- -time being an important factor in this. 

In particular, the substance combines with albuminous matter, forming an insoluble coagulum. 
Consequently it may form a pellicle over otgudanis without killing them, and cannot be used for 
disinfecting excreta and sputum, owing to its penetration l>eing slopped by the protective albuminoid 
coagulations. The soluble alhumen contained in blood serum precipitates mercuric chloride, and 
so reduces its efficiency. 

Thu addition of ammonium or sodium chloride somewhat increases the stability 
of HgLIj solutions, but considerably diminishes its germicidal activity, no doubt, 
by lessening the ionic dissociation of this substance. 

Mercuric bromide (HgBr^.) is less germicidal than mercuric cliloride, and so 
is seldom employed. 

Mercuric^ iodide (Hgl_,) is a powerful germicide, and finds some use under 
the name of “ iodic hydrarg, ’ which consists of a solution of mercuric iodide in ■ 
potassium iodide. 

Mercuric iodide is less irritant tu wounds than mercuric chloride, and does nut coagulate 
alhumen in the same manner. Hence it has been incoriwraied into several antiseptic ointments 
and soaps. 

Mercuric cyanide (Hg(CN)2) is no less than four time.s less germicidal than 
mercuric chloride, and so is seldom employed. Mercury oxycyanide, however, 
finds considerable application in surgery since, unlike mercuric chloride, it only 
slightly precipitates albumen. .\ solution of i : 1,500 forms a faintly alkaline 
antiseptic non-irritant solution, suitable for disinfecting surgical instruments. 

Mercuric-zinc cyanide has been widely used for disinfecting surgical 
instruments under the name of “ Lister’s Antiseptic.’’ 

Mercuric ethylene diamine sulphate has been used as a hand-disinfectant 
under the name “subjamen.” It does not coagulate albuminoid matter, is 
less irritant than meicuric chloride. It is readily soluble in water, 

^i^.Sodmm hydroxy mercury benzoate has been suggested as a powerful 

Mercury salicylate is also a disinfectant. 

s ” * solution containing o.a per cent. Hg, i per cent, salicylic acid, 

,1 per cent, gelatine, and 95.8 iiet cent, water. ^ 

fl 1^ mercury has a powerful germicidal value, and is much used in a 
nnely divided form for certain parasitic diseases, such as syphilis. Many well- 
known ointments contain metallic mercury. 
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Silver Salts 

Silver Nitrate is a very powerful germicide, possessing a Rideal-Walker 
coeflficient of i6. A o.t per cent, solution will kill £. co/ictwi S. py. aureus in 
twenty-four hours. o.5'2 per cent, solution kills the same germs in two to five 
minutes. 

Although silver nitrate enjoys considerable vogue in surgical practice for painting and spraying 
skin surfaces infected with various parasitical diseases, yet if has never come into extended use as 
a disinfectant because 

(I) It is very expensive; (2) it combines with albumen, and is precipitated by many salts, 
including chlorides. Kideal proved that a very small amount of chloiide added to a 0. 1 per cent, 
solution entirely upset its disinfecting powers. 

Silver fluoride i.s a powerful non-toxic and easily soluble germicide much 
used in 0.1-0.02 per cent, solutions as an antiseptic in diseases of the urinary 
organs. It has been sold under the name “I'achiol.” 

Organic Silver Salts.— A great number of these have been placed on the 
market as disinfectants. The great advantage of employing organic silver salts is 
that they do not, as a rule, coagulate albumen, as their silver is not completely 
precipitated by chlorides, and they are less irritant than silver nitrate. 

Silver citrate b used as an antiseptic dust for wounds under the name ‘Tirol.’* 

Silver lactate is used as an antiseptic injection under the name “ Actol.*' 

Ethylenediamiae-silver-phosphate has been used for a similar purpose under the name 
“ Argentamine.” 

Compounds of silver with albumen, casein, wheat gluten, etc., have been put on the market 
under the names “largin,” “argonine.” “agyml,” “protargel,’’ and some of these have a 
considerable germicidal value. 

For particulars see the Jount. Chem. Soc. JnJ., 1903, p. 315; t))c /.ana/, 1907, Vok I., 
p. 675. They have been used especially for destroying ophthalmic disease organisinji, and in 
dbease.s of the urinary organs. 

Zinc Salts and Zinc 

Zinc chloride (ZnCl) has a feebly disinfecting power (Rideal-Walker coefficient 
0.15), and was at one time widely used under the name of " Rurnetl’s Fluid.” It is 
now little used. Zinc chloride has also been used for injecting into timber for 
the purpose of preserving it. 

Zinc sulphate (ZnSO^) has also some germicidal action (Rideal-Walker 
coefficient 0.09), but is now little used. 

Metallic zinc is said to possess a very considerable germicidal action. Thus 
agitation of water with granulated zinc 'is stated to destroy B. eoli and B. 
typhosus in a few hours. Margosches sterilised water by agitating it with zinc dust, 
lime, and charcoal. 

The presence of air or oxygen seems necessary. 


Aluminium Salts and Aluminium 

Aluminium chloride (AlClj) has a feeble disinfecting action, less than that 
exerted by copper sulphate and greater than that of zinc chloride. 

Met^lic aluminium seems to have a considerable sterilising effect on 
water. On running water down aluminium gutters the number of bacteria 
considerably decreases. The subject is discussed In Vol. I. of this work under 
Water. 

Iron ^ts, esj^cially ferrous sulphate, have been applied for disinfecting 
purposes, but according to Rideal they are ineffective. Metallic iron, however, 
appears to possess some germicidal value. A process for purffying S Ken 
founded on this fact (see /earn Sac. Arts, 14th Feb, 1896)!^ ’ ° 
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SECTION LI 1 1 

INSECTICIDES, FUNGICIDES, AND 
SHEEP-DIPS 


By Geoffrey Martin, Ph.D., D.Sc. 

LITERAPURE 

“Abridged Agricultural Records,” Vol. VI. Washington, 1912. 

COPPER COMPOUNDS 

Bordeaux Mixtures.— One of the most valuable fungicides for plant diseases 
is Bordeaux mixture, consisting of copper sulphate and slaked lime. . 

Formula 1 . —Copper sulphtite, 6 lb*. ; lime, 4 lbs. ; water, 50 galls. 

Formula II.— Copper sulphate. 5 lbs. : lime, 5 lbs. ; water, 50 galls. 

•Teach Bordeaux Mixture.— Copper sulphate, 3 lbs. ; lime, 9 lbs. ; water, 50 galls. 

Soda Bordeaux Mixture.— Copper sulpnaie, 6 lbs. ; caustic soda, 2 lbs. : water, 30 galls. 

Potash Bordeaux Mixture. —Copper sulphate, 6 Ib.'^. ; caustic potash. 2 lbs. ; water, 50 galls. 

Soap Bordeaux (increases spreading power).— Ordinary hard soap is dissolved in water and 
added at the rale of 4 lbs. to the barrel of solution. 

Manufacture.— In order to make small ()uantiiies, two half barrels are made 
by sawing a barrel through the middle. In one half barrel is placed the copper 
sulphate and 25 galls, of water. In the other is the lime and also 25 galls, of 
water. I'he content.s are stirred until as much has dissolved as possible. 

The two half barrel tubs are placed on a platform, and by means of hose or 
spigots llie two solutions are allowed to flow together into a barrel placed below. 

The Bordeaux mixture is then strained through a brass wire strainer of eighteen 
to twenty me.shes to (he inch. 

In prejmring Bordeaux mixture for large o|»ralions a 50-gall. l^arrel is three-quarters filled with 
w.ater. Then a s.ack or a l)Ox with |>erforaiion3 covered with copper wire containing 50 lbs. of 
copper sulphate is suspended in the upper part of the barrel, and enough water is added to fill 
the l)arrel. In twenty-four to ihiriy-six hours solution is complete and the sack or box is lifted 
out. and the liquid is stirred. The copper sulphate solution must be stored in copj>er or earthen- 
ware vessels. Iron or tinned iron vessels are corroded. 

The stock solution of lime (i U>. lime to e.ach gallon of water) is prepared in the same way. 
Then measured quantities of each sulotiun are run simultaneously into a third mixing tank 
placed below. 


SULPHUR FUNGICIDES 

Sulphur, especially in the form of a powder, “ flowers " of sulphur, is used as 
a fungicide, especially as a remedy for mildew. “ Flour ” of sulphur is not so finely 
divided as " flowers,” and so is not so good. The heating pipes of greenhouses 
are often painted with a paste of flour of sulphur and water. 

Sulphur and Resin Solution.— Sulphur (flowers or flour), |6 lbs. ; resin 
i lb’ i caustic soda (finely powdered), to lbs. ; water, 6 galls. 

Mix the sulphur and resin, place m a Uorel, and make into a thick paste by 
adding 3 quarts of water. Now stir in the caustic soda. The mass, after a few 
VOL II,— j 
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minutes, begins to boil vigorously, turning a reddish brown. It should be 
thoroughly stirred, and after boiling has ceased 2 galls, of water are added, the 
liquid is poured off into another vessel, and sufficient water to make 6 galls, is 
added. 

This solution is used (1:50 galls, of water) for spraying plants and soaking seeds. 

Potassium Sulphide Fungicide.— Dissolve i 02. of potassium sulphide 
(liver of sulphur) in 3 galls, of water and use immediately. Mixture deteriorates 
rapidly on standing. 


Corrosive Sublimate (mercuric chloride, HgCl.,) is used (i part in 1,000 
of water) to disinfect knives, etc., used in cutting out pear-blight, etc. 

Lime-Sulphur Washes.— The mixture may contain 8 lbs. of sulphur 
(flowers, flour, or ground), 8 lbs. of fresh stone lime, and 50 galls, of water. 

Preparation.— The lime is placed in a barrel and enough water (6 galls.) is 
poured on to almost cover it. As soon as the lime begins to slake, run in the 
sieved sulphur powder, stir continually, and add 3-4 galls, more water so as to 
form first a thick and then a thin paste. The heat evolved by the slaking lime 
should heat the water almost to boiling for several minutes. 

Finally water is added to cool the hot liquid, and it is run through a strainer 
into a tank, diluted, and applied. ° 

The time at which coU water should be added to cool the hot li(|uid depends upon the nature of 
the hme used. A poor lime often evolves so little heat on slaking, that a properly hot solution 
does not result. Otlier limes evolve much heat. The liquid mu.sl lie allowed to reni.iin hot 

fo™l“s^1 ^1 "'“’‘'"S’ otherwise the lime goes into solution and 

forms soluble calcium .su'phides which are injurious 10 f,)li.nge. Hence wiih a liot lime the miiiure 
must be cooled rapidly by adding cold water as .soon as the slaking of ihe lime is complcie -V 

dn'ided lime .and sulphur results, in which bin litile sulphur is in’ Iruc 
solution. The liquid isslramed from lumps of lime. suipiiiir is in iruc 

Formaldehyde (see Martin’s “Industrial Chemistry: Organic”), either in 

^ 

germSg“pi,wer of‘grr ^ '-k- ‘'‘‘-y Ihe 




and'(ffiASS'’^lphm. 

(1) Victorian Lime and Sulphur Dip (adopted officially in Australia) - 

rlowers of sulphur „ 

Fresh slaked lime ' ' 20 bs. 

Water • . . ' • 10 II*. 

(2) South African (Cape Town) OfficUI Lime and Sulphur Dip T 

Flowers of sulphur (miniimim) . , c 

Lnslakedlime - 15 H*®* 

Water • . . ’ ' ‘ *5 

Unslaked lime • . * 20 lbs. 

Water '.,**■ l 6 lbs. 

loogaili. 
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(4) Nevada Lime and Sulphur Dip 

Flowers of sulphur .... i 61 bs. 

Lime 33 lbs. 

Water ...... 100 galls. 

(5) Fort Collins Lime and Sulphur Dip ^ 

Flowers of sulphur • - '33 Ihs. 

Unslaked lime - - . . . 11 lbs. 

Water joo galls. 

(6) The following mixture has been widely used with satisfaction:— 

Flowers of sulphur - -24 lbs. 

Unslaked lime . • - . . g lbs. 

Water ...... joo galls. 


Fresh scab is efficiently treated by No. 6. In cases of very hard scab a 
stronger dip, such as No. 5, is used. In unusually severe cases use No. i, No. 3, 
or No. 4. 

It is dangerous to use more than 33 Ihs. of lime to too galls, of water, and 16 lbs. is as much 
as sliould be used without expert advice. 

Preparation of Lime and Sulphur Dips.— S-u lbs, of unslaked lime are 
placed in a pail and enough water is added to slake the lime and form a thick 
paste. One pint of water will slake 3 lbs. of lime. Sift into the lime pa.ste three 
times as much flowers of sulphur as was used of lime, and stir mixture. Next place 
the sulphur-lime paste in a kettle or boiler with 25-30 galls, of boiling water, 
boil mixture for two to three hours, .stirring continuously, and replacing evaporated 
water. 

The sulphur should disapiwar from the surface and a solution of a chocolate- 
hrnwn colour should result 

Now pour into a settling tank or barrel and allow to settle four hours. 

The barrel or tank should have a spigot inserted 3-4 in. from the bottom, so as 
to run the liquid out without disturbing the sediment. 

When fully settled run the clear liquid off through a filter made of ordinary 
sacking into the dipping vat for sheep, and add enough warm water to make 100 
galls. I'he sediment left in the Ivarrel and filter sack must not be used for 
dipping cattle. It may, however, be mi.xed with water and used as a disinfectant. 

Use of Lime and Sulphur Dips.— When properly made and u.sed, these 
dips are the most efficient known as scab destroyers. 

The wool is always injured to a slight extent by ihe use of such dips, but wlten used up>n shorn 
sheep the injury i,s n^ligihle. On long wool, however, the injury is greater, being most pronounced 
on fine wool am] less .so on coarse wool. The injury consists in a ch.inge in the microscopic 
structure of the fibre, cau-sed by the caustic action of the liquor. Impro|>eilv nnule and used 
lime and sulphur dips are, however, Imth injurious and dangerous. 


Tobacco and Sulphur Dips 

The proper prejiaration of 3 iime and .sulphur dip requires at least two hours’ 
boiling of the mi.xture. In certain districts of .\merica and Australia, however, 
where fuel is scarce and facilities for boiling are not at hand, tlie use of a tObaCCO 
(or nicotine) and sulphur dip is growing, since these can be made without 
lengthy boiling. 

Ihe advantage of these dips is that two of the best scab remedies, namely, 
imd sulphur, are used together, both of which kill the parasites, 
hife t *''^ remains in the wool, and protects for some time against re- 

Martin’s “ Industrial Chemistry: Oignnic "I, an alkaloid contained in tobacco, 

Peusonous active principle of the tobacco. This iwison when applied exiernallv to animals 
may cause nausea, fainting, and even deaiti. 

sure acT fmni 30-& parts of nicotine in 100,000 parts of water makes a slow but 

mg sheep-dtp. The percentage of nicotine, however, varies greatly in different varieties of 
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tobacco, and in the different parts of the tobacco plant. There is more nicotine in the leaves than 
in the stem. Hence it is usual to use an extract of tobacco, or a nicotine solution, on account of 
the ease with which these extracts dissolve in water. 

Manufacture.— An efficient tobacco dip should contain at least 0.0007 per 
cent, of nicotine. Sufficient nicotine would therefore be obtained for too galls. 
(800 lbs.) of dip by using i Ib. of a 40 per cent, solution of nicotine. Hence the 
formula for an efficient dip would be ' 

Nicotine - - ■ - 0.56 lb, 

Water . - - . 100 galls. 

The nicotine solution or tobacco e.xtract should not be added to the dip until 
just before it is ready for use. The dip should be thoroughly stirred. 

The dip should never be heated above 110“ F. (44' C.) after the nicotine has 
been added, as the nicotine can volatilise and weakens the dip. 

In order to calculate the amount of nicotine solution or tol»cco extract to be used per lOO galls, 
of water, divide the amount of nicotine required in lOo galls, of the dip by the proportion of nicotine 
in the extract. 

For example, a 25 per cent, solution of nicotine is used to make a dip containing 0.56 lb. of 
nicotine to too galls. <if w.Uer. Hence we have~o. 56^0.25-= 2.24 lbs. of nicotine extract to be 
used per 100 galls, of dip. If a tobacco extract is used, having, e.g., 2.40 per cent, of nicotine, we 
have— 0.5640.024 = 24.33 lbs. of tol)acco extract per too galls, of dip. 

Preparation of Tobacco Extracts for Dips.— For joo galls, of dip use 
21 lbs. of good leaves. Soak in water for twenty-four hours, then raise water to 
boiling for a moment, allow infusion to stand one hour (or allow to stand over- 
night), strain liquid (best under pressure) from leaves and dilute to loo galls, per 
21 lbs. of tobacco used. 

The advantages of the tobacco dip arc— (I) (.'heapness, since the farmer can grow his own 
tolacco; (a) efficient and non-injurious to wool. The disadvantages are-(i) The persons 
using it ate oflen made ill ; (2) it spoils very rapidly ; (5) it sometimes injures the sheep (" causes 
a set-back 


ARSENICAL DIPS 

Formulas:— (i) 3 lbs. each of arsenic oxide, soda .ish, soft .soap, and sulphur 
(a pint or two of naphtha is sometimes added) is di.ssolved in 10-20 galls, of 
boiling water, and cold water is added to make 120 galls. Keep head of sheeo out 
of bath. 

2 Commercial pure sodium arsenile - - -14 lbs. 

Ground roll sulphur - . , . , j )l)s 

Water ga]|5 

The arsenite of soda is mixed with the sulphur before adding the water. 

The disadvantages of arsenic dijis are : — (I) Danger as a deadly poison; (2) drying effect on 
wool; (3) weakens the fibre of wool in one pailicular spot near the skin; (4j dues not tend to 
increase the growth of ihe wool ; (5) sometimes injures lire sheep. The advantages are its 
excellent scab-curing qualities. 


CARBOLIC DIPS 

These dips act very quickly in killing mites (quicker than tob.icco or sulphur 
dips), but unfortunately the wash soon leaves Ihe sheep, which is, consequently, not 
protected from reinfection in the pastures. Hence it is advisable to add 1 lb of 
flowers of sulphur to every 6 galls, of dip as a protection against reinfection. 
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In general, [ilants oljtain tlicir carlion (as carbon dioxide) from the air, water 
from rain, and nitrogen (as ammonia or combined nitric acid) from the soil. 
Certain plants (t.e., legumes) are able to assimilate free nitrogen front the air. 

Ill addition to these three chief .substances other nutriments are required, such 
its are found in the ash of most plants. They are 

Potash, K,0. (Sometimes soda, Na.O.) 

Lime, CaO. Magnesia, hfgO. 

Iron oxide, Ke.Oj. Silica, SiO|. 

Sulphuric acid, H^SO^. Phosphoric acid, HjPOj. 

Hydrochloric acid, HCI. 

Most of these are present in sufficient quantities in virgin soil, but their stock 
can very easily be used u[), especially if the soil is poor, and often at a greater rate 
than that at which it is replenished ; consequently manures have to be put on the 
land in order to replace, in the soil, the constituents removed by the plants. 

In all manures the active constituents should be easily assimilable by the 
plants. In other words, the manure should decompose fairly rapidly, and also the 
chief constituents should be soluble in wateror very dilute acid. 


1. PHOSPHATIC MANURES 

Natural Phosphates. — Extensive deposits of natural phosphates occur in 
various [arts of the world. 1 he harder of these raw phosphates, even in the finest 
milled condition, are of very little mamirial value, because they are only very slowly 
soluble in water, and hence plants can only make use of them very slowly. The 
softer minerals, if sufficiently finely ground, have an appreciable but limited value 
for direct applicatiort to the soil, 

TVie cViel deposits are 

(1.) Coprolitn.— This was the first deposit to be used as a manure. It occurs in the Jura^c 
ottata and Suffolk Crag, particularly in Cambridge, Gloucestershire, and Bedfordshire, and consists 
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of the excrement of Saurians metamorphosed to tricalcium phosphate. Coprolites usually contain 
about as per cent, phosphoric oxide (P^O,) and about 42 per cent, lime (CaO). English coprolites 
are no longer in use. 

(ii.) Sandy Phosphates. —These deposits occur in Belgium, and in France on the Somme. 

(iii. ) African Phosphates are deposits found in the north of Africa. The beds in Tunis (Algerian 
phosphate) are extremely important, and contain about 30 per cent. PgOs and 48 per cent. lime. 

(iv.) Deposits in Florida, Tennessee, and South Carolina.— The composition of Florida 
phosphate is on the average 35 per cent. P3O5, 2.5 per cent. FcaOj and AI^Oj, and 45 per cent. CaO. 

(v.) Christmas Island Phosphates, from Christmas Island, south of Java, where there is 
estimated a bed of 2 1 million tons, consisting of a white phosphate, very easy to mill if 
sufficiently dry. Us average composition is 87 per cenl. Iricaldum phosphate, 0.5 per cent, iron 
oxide, I per cent, alumina, and 6 irer cent. lime. 



Fic. 2.— Abbe Ball Mill. 

{TAf AtW Ent^in(frtft£ Co., A'ew I'erF.) 

(vi.) Pacific Phosphate.— There are two extensive dcpo,siis of this phosphate which are now 
being worked to a very large extent. 

(n) Ocean Phosphate from Ocean Island IBrilish), in the Gilbert Group. This is a very 
extensive deposit ol mineralised guano, the excrement of .sea birds, which has accumulated for 
tncusamls of years. The phosphate is light to dark brown in colour, crushes well, and is fairly 
1™ by plants. It contains about 85 per cent, acid calcium phosphate, 0.3 per cent, 

iron oxide and alumina, and 5 per cent, calcium carbonate. 

(Pleasant Island), belonging to the Marshall Island,s. This 
epobit is exactly similar to ocean phosphate. 

rliJmel?'*^?'^ Deposits.— In Ihe Stales of Idaho, Utah, and Wyoming new deposits have been 
r .3 “‘'mated at least at too million tons. 

2* miniL d (P»“l>“). "Kt of &roline Islands, whereabout 

M^kaiu fn rt, T°' ^ phosphate are said to exist. The deposits at the Island of 

tu m the Tuaniotii archipelngo, have not ycl been fully investigated. 

ann'^'^* Pliosphate in all these deposits exists chiefly as tricalcium phosphate, and 
ppears to have arisen from the action of phosphoric acid (of organic origin) on 
it i,'”"" Phosphate in this form is very slightly soluble in water, so that 

is convert it into a soluble form, such as superphosphate, before it 

much use as a manure. The first step is to crush the mineral phosphate, then 
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grind and separate the fine powder. This pcess of milling has been carried on 
for a long time in a wrong manner by using mills that are not suitable for the 

purpose. 

Crushing. -The raw material should be first crushed so as to reduce the 
larger lumps to a convenient size for the grinding mill. 

This is done in special machines, such as the Roll-Jaw Rock Crasher or the Rotwy “ Open 
Door" Fine CrashS supplied by the Sturtcraot Engineering Co. Eld., of London, and winch the 
X can Similar iachines are described under the Calcareous Cement Industry, 

p. 92, to which the reader is referred for a dewnplion. 



Fig. 3. — Abbe Ball Mill — Spiral Screen (open). 

{Ahbi Enginrrring C«., -Vw York.) 


Grinding.— .^fter the phosphate has been crushed it is transferred to a 
suitable mill for grinding or disintegrating. 

Tbc best mills in use at present are :~ 

(1) Ball Mills.— The Abbe Ball Mill, inanufacturcfl by the .\bbe Engineering Co., New Vurk 
(see Figs. 2 and 3), consists of a rotating drumdike cylinder containing steel balU, and covered 
inside with steel step-like plates. The materia) to Ire ground enters this chamber through a hole 
at the end (seen on the right, Fig. 2). 

The crushing is performed by the balls falling from one step on to the next. To the end of 
the chamber i.s bolted a patent spiral discharge, and screening spiral. The spiral screen consists 
of a number of convolutes of diminishing dtAwetcr as they approach the centre. 

The crushed material passes into the screen on iis largest convolute (see Fig. 3), and after 
sifting over the whole length of the spiral, the remaining tailings are delivered, by means of a 
conveyer at the centre, to the opposite end of the grinding chamber. The various convolutes of 
the screen are surrounded by a discharge spiral which runs the full length of the screen spiral, and 
conveys the finished product to the discharge at the centre of the end of the machine. 

(2) Tube Mills.— These are essentially mills for fine grinding. A ttplcal mill consists of a 
long lube of steel plates (up to 30 ft, long and 6 ft. diameter), containing a number of flint or 
steel balls, and revolved by suitable gear. The mill is capable of Ireing used for cither wet or dry 
gnnding, and this is effected solely % the flint pebbles or steel balls rubbing against each other 


ARTIFICIAL MANURES- 


25 


and the side of the tube. Tlie feed is placed at one end, and the outlet at the other. Fig. 4 
shows a tube mill capable of turning out about 4-7 tons of very fine finished powder per hour. 
The material delivered to the mill should be pulverised to alxiut in. cubes, and the final 
product separated, the coarse particles lacing returned to the mill. One of the great advantages of 



FtG. 4.— Tube Mill. 

(/u//ar Alien ^ Co. Ltd . . SheJfieU.) 

such mills is the simplicity in coaslrucliun ; no sieves are required, and hence there is freedom 
from breakdown. 

(3) Ring'Roll Mills.— By far the best mills of this type are those patented by the Sturtevant 



Fig. 5.— Ring-Roll Mill (section). 
{StHttevanl Eniituering C«. Lid.^ 


Engineering Co. Ltd,, London. These essentially consist of a heavy steel anvil ring, concave on 
the inside (see Fig. 5), and revolved by a horizontal shaft. Three, so-called, hammer rolls arc 
pressed against the ring with enormous force by springs, and a lever arrangement on the axles. 
These rolls are convex, and work free. The revolving ring drives ail three rolls by means of an 
inch layer of centrifugally held material seen at R (F^. 5). 
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The feed enters the hopper at h, and is delivered by the spout s at the centre of tl.e concave 
surface of the ring, where it is strongly held by centrifugal force {seen at R), until the ground rock 
is crushed off on both sides of the ring (as at g), and discharged at I). 

These mills are very durable, and give a lai^e output, using little power. They have replaced 
many other grinding mills. 

(4) Roll Mills.— The most efficient mill of this pattern is the Bradley three-roll mill (Fig. 6) 
manufeciured by the Bradley Pulveriser Co., London. In the figure the upper and part of 
the lower shield are removed in order to show the working |)arts. Three rolls, free to move, 
are supported in a pendulum fashion from a central vertical shaft, and hang inside a fixed 
annular ring or die. When the shaft revolves, the rolls teml to rise by centrifugal action and 
crush against the ring. Tlie crushing power varies with the speed of the shaft. The material to 
be ground is fed to a central hopper surrounding the shaft, and is distributed continuously on to the 



tie. 6.— Bradley Three-Roll Mill. 
iBradUjf Pulveriser Cc., London.) 

ring directly m from of the three advancing rolls hy long spouts (seen in Fig. 6 ) ; hence the 
material IS fed c.vactly in the place where il is to lie groiiiul. This is a slow-running mill, and all 
the working parts are easily acces-Mblc. 

Tlie umput of the Bradley three-roll mill, with phosphate rock, is as follows 
oer hour rock-sj.j tons per hour ; on Florida land pebble phosphate-ji-, tons 

p square inch). A higher output up to 6 tons per hour is olitaincd with softer phosphate Acks. 

whicLrelikh^m^^f disintegration 1.5 brought alrout by blows 

MilU of the unsupnorted particles of the material. 

distrim A ve^ ao^drslnte^^^ industry and 

I Harrison CatUr®L^nt ,Tf '''' “ “Carter’s" Disintegrator supplied by 

with STron oSesThth T "f » 'it'd 

circur^Cc“e" Ke lat^ls'fred of",^?^''^ “tm 

required fineness of the finished product " according to the 

be.to‘ra"til"d": ^ vf:?;”tlTstf''di,c"S'"’^ the chamber, and carries four or six iron 
very strong steel disc B. These beaters are replaceable, and run close to 
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the inner circumference of the grinding chamlier, covering its whole width. The material to he 
ground is fed as near as possible to the periphery of the chamber, and there it meets the beaters 



I 'lG. 7.— Section of Carter’s Disintegrator. 
(/. IlarrUifH Carte> , l.vntion.') 



Kir.. 8.— Siartcvanl-Newaygo Separator. 

(5<«WeTw«/ F.niintcringCv, 

while they are travelling at a high speed of 15,000-20,000 ft. per minute. The material is thus 
i^aten and driven against the lining. As the particles become sufficiently fine they pass through 
the screens into the chamber below, the coarse particles being again operated on by the beaters, 
and finally reduced. 
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Separators. — These are used to separate the fine ground phosphate. 

(i) Screen Separators.— An excellent machine of this type is the Sturtevant-Newaygo Patent 
Sep.iraior (Sturtevant Engineering C<>. Ltd., London), seen In the dia^am (Pig. 8). 

The screens A and B are made of stretched wire cloth, and are subjected to very light and rapid 
blows from the hammers II, which cause the mesh to keep in constant vibration. These hammers 
are driven by gearing to the revolving feed V placed right along the top of the screen. 

{ 2 ) Air Separators (see Fig. p).— This tyi>e of separator consists of a funnel-shaped iron 
vessel having two casings ii and sepsiraled from each other. The material is fed from the 
hopper K on to the disc A, rotated by the pulley k. The lower part of the hoj)per, as well as the 
fan F, arc driven l)y the pulley C. 

The material is spread out in a line s’ ream by the plate 
A iov»-ar(ls a fixer! hood c directly Ijelow the fan. Ilere 
(here is a strong current of air, produced by the fan F and 
coming through* the slits B. This air stream carries the 
smaller particles forward into the cham])€r c, while the 
larger particles, loo heavy to be c.irried up by the air, 
strike against G, and fall into the casing H. The degree of 
fineness of the finished product can l)e regulated by the 
speed of the fan. 



Complete Plant for the Treatment of 
Phosphate Rock 

Kig. 10 shows a suitable plant for ciusliint^. grinding, and 
screening rthosghates, supplied by the Sturtevant Engineer- 
ing Co. Lid., London. 

The material is first crushed in the rolljaw 
fine crusher .t, and falls into the “ crushed roi k 
bin” D, from which it passes, by gravity, to the 
ring roll mill C, where the grinding takes place. 

The ground material is next elevated to the 
Sturtevant patent separator b, where it is screened, 
the finely milled portion passes into the “fine 
rock bin” e, while the tailings pass on to the 
bin n for further treatment. 


Fig. 9, —Section of an .-tir 
•Separaior. 


Superphosphate — After milling, the 
powdered phosphate is treated with sulphuric 
acid in order to convert the insoluble Iricalcium 
phosphate into soluble monocalcium phosphate or superphosphate : — 

Ca,,(PO,)2 + 2ll„SO,[+ dH^OJ-i-zCaSO, + CaHgl’Op2[+ 611^0], 

(Tricalcium phosphate.) (Sulphuric acid.) (Calcium sulphate.) (Monocaicium phosphale.) 

This formula doe.s not represent exactly the cbeinical change that takes place. If a smaller 
amount of acid is used, insoluliie dicalcium pho.sphate is formed, as in the following er{uatiDn 

Ca,(I’0,).+ llj-SOe^CaSO, 4Ca,llP0r) 

beinghlrerat^^ ^ amount of acid i.s added, the following change ukes place, phosphoric acid 

CaJPOrb + yHttSO.^jCaSO, + 2lI,P0,. 

•* rtnuisiie amount of acid, 

r^V^r S Infn .Sl l'" V*?' '''' >"<i >>>15 is lialtle lO hc 

nlarpifviiimtnhn.oh ’t'’'^?'''"? “Precipitated" phosphate. Reversion also takes 

place 11 superphospnale is kept for a long time 

CaUgPOrV>CaH,POe + Il,POp 

supe‘r';LrpteTwhL™rr™Lt:.’'""' ^bout this change, hence care must he taken in mixing 

Process of Manufacture. -Chamber acid of i.st-i.fio so. at is "hiefiv 

tore’ am rher“mZ'‘tht*? '"“lecul of calcium phosphate 

convert he tcess o lime f ^ *“®aent acid must be added to 
onvert tne excess of Ime (present as calcium carbonate and calcium fluoridel as 
well as the iron and aluminium oxides into sulphates-.- ^ 
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Fig. 10. — Phosphate Unit. 

{Sturia'ant Enginthinf Ce. 

It is usual to effect this decomposition according to analysis. A general analysis is made of 
each l)aich of phosphate to be tre.ited, and the calculated amount of acid, plus about 5 per cent., 
is added. 

The acid must be used cold ; sufficient heat will be evolved during the reaction 
to effect the decomposition. According to French Patent, 419,716, 1910, a little 
nitric acid added to the sulphuric acid accelerates the decomposition. 
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Fig. II shows the Milch patent superphosphate den supplied by W. J, Fraser & Co„ 
of Dagenham, Essex. 

The various grades of finely-milled phosphaU^ are conveyed from storage bins 
to a weighing machine which empties a weighed quantity of phosphate into the 
mixer r (Fig. 11) ; next the requisite amount of acid is measured into the mixer by 
another machine working automatically in conjunction with the first. The mixture 
is now well stirred, and by opening a valve at the bottom of the mixer the contents 
fall into the chamber or den d where the action completes itself. 

This chamber consists of a large cylinder D made of iron plates and mounted on running wheels, 
so that it can remain inside .the large closed brick chamiMr c or he wdhdrawn. On 
either side of the cylimler D there is a long screwed skifi s, which wcrk.s m threads h«d on ho 
side of the cvliiider ; by rotating these shafl.s, the cylinder n can be slowly drawn out iit the 

'^'’™hne'is an opening all along the lop and holtom of die cylinder 11. The bollnm opening is 



Fig. II.— Milch Patent Superphosphaie J>cn. 

(W.J. Fr»str In DageHliixiir.) 

closed means <if heavy wfWKlcn diwrs during the process of filling. The )rack end nf the cylinder 
consists of a permanent steel plate, while the front is left o|>en an'l closed by a Wooden iloor 
bolted on. 

After the cylinder j; has received its charge of mixed .icid and phosphate (15- 
40 tons according to size), it is allowed to stand fora short time inside the brick 
chamber c; sufficient heat is developed to carry out the change into superphosphate. 

The acid gasts wliicli escape Ijoth at this stage and in the stihsequenl excavation of ihv 
superphosjihate are carried away by a ventilating shaft X. which is connected with a fan l*> 
absolution lower.x. Modern arrangements are <lescrj|)ed in \'ol. 1 ., p. 417, under The Hydrofluoric 
Acid Industry. 

Next the front door of D is removed, and the bottom doors dropped on their 
hinges, and the work of excavating the superphosphate from 0 is now commenced. 

Many difficulties have been experienced in the manner of excavating the superpho-sphale from 
the den O: firstly, the material mu.st be cut away without any rubliing action, which spoils its 
physical condition ; secondly, there mu-st W no undue pressure which might spoil its chemical 
condition ; and thirdly, the difficulty from the corrosive action of tlie chemicals and gases must 
be overcome. 

In the Milch chamber and most other dens the excavating is carried out automatically. A 
revolving knife t of rather less diameter tlian the cylinder D is arranged on a third shaft and fixetl 
in front of the cylinder (as shown). 
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Wlien the machinety is started the linife r is caused to rotate about fifty times pet minute ; 
simultaneously the screw shafts rotate which slowly draw the cylinder D towards the knife T. The 
material in the drum is thus shaved off to a very fine prrwder which falls inside the cylinder and 
drops through the Iwttom opening on a special conveyer by which it is taken to the storage sheds. 

The power needed for such a plant is comparatively small, and the output per day amounts to 
about 160 tons. 

Fig. I shows in detail an excellent up-to.date plant (made by Bakema, of Amsterdam) for the 
manulacture of superphosphate. 

In some cases the chamlrer is placed vertically and the lower end removed for emptying (Isnglish 
Patent, IS)940, igto). Other recent patents referring to superphosphate dens and manufacture are 
English Patents, 11,215, 1906; 18,523 and 24,249, 1910; 19,572, 1912 (U.S. Patent, 1,040,081); also 
French Patents, 422,875, I9to ; 425,210, 1910 ; and German Patent, 257,191, 1911. 

The product, superphosphate . of lime, is generally called “super- 



Fiu. 12. — "Single-Blade Mixing Machine.” 

{H'ffHtr, PjittJtrrr, Pftkins Lid., Pittrhr^tigh.) 

phosphate ” or “ mineral superphosphate. ' The strength varies according 
to the material used, and is judged by the amount of phosphate soluble in water, 
and in a 2 per cent, citric acid solution. Usually suprphosphates contain 25-28 
per cent, of soluble phosphate, but some samples contain a much higher percentage. 

■‘iuperphosphale should tx in a friaWe and dry condition or else it will dog the drills when used 
tor manuring. The colour of the sample is not a criterion as to the quality. 

Basic Superphpsphate.— This contains excess of lime and is made by 
neutralising the excess of acid in superphosphate by lime. According to English 
superphosphate is heated to about 825” C. the calcium 
sulphate is decomposed, and sulphuric acid is driven off, forming lime. Water also 
passes off, forming a basic superphosphate containing about 40 per cent, of lime. 

Double Superphosphate contains some 45 per cent, water-soluble 
phosphoric acid, and is made as follows ; Phosphoric acid solution is first obtained 
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by the action of sulphuric acid on natural phosphates, and filtering off the 
gypsum formed. 

The solution is now evaporated in covered pans, and stirred with the requisite 
quantity of phosphate meal, then drying the double superphosphate which is formed. 

Phosphoric acid prepared in this manner is also used for making potassium, sodium, and 
ammoniutn phosphates. 

Dissolved or Vitriolised Raw Bones —Manures of this type are prepared 
by treating crushed bones with sulphuric acid, which converts the calcium 
phosphates into an acid phosphate. 

A suitable mixer, and one that will resist the action of the aciti, is made by Werner, Pfleidercr, 
& Perkins Ltd., of Peterborough. This is shown in 4 ^ig. 12, tilted to empty the contents. 

Raw unsteamed bones should be used in the manufacture, and excess of acid 
must be avoided as it forms a pasty mass. 

In order to obtain a good product the bone meal should be in a fine condition, 
and the mixing well carried out. Dissolved bone meal usually contains 30-35 
per cent, of total phosphate and nitrogen equivalent to 3-3.5 per cent, ammonia. 
If steamed bdnes are used the product will not be so rich in nitrogen. 

Analyse.s of various raw and steamed bone me.il (according 10 J. Richardson, York) are as 
follows : — 


i 

Raw 

Rone Meal. 

.Steamed 
Rone Nfeal. 

! ^fo^sture 

9.10 

6.30 

1 * Organic matter 

3596 

12.90 

' t Phosphoric acid 

22.00 

32,10 

Lime 

29. 20 

41,97 

-Magnesia, alkali.s, etc. .... 

2.74 

6.55 

Insoluble siliceous matter .... 

1.00 

0,15 


lOC.OO 

100,00 1 

* Containing nitrogert .... 

4.27 

■.38 ^ 

Lquivalent to ammonU . 

5.18 

1,07 

t Equal to triliaslc calcium phosphate 

48.04 

70.07 


Dissolved Bone Compounds- — These are made by mixing dissolved bone 
meal with water soluhle mineral phosphates. Sometimes other substances, such 
a.s dried blood, guano, etc., are added to the bones before dissolving in the acid. 

The compusilion of such manures rralurally varies: a g-XMl quality 5.Tniple contains about 30 
per cent, total phosphates, of which 20 per cent, is soluble in water, and 1.25 j>er cent, nitrogen 
(equal to 1.3 per cent, ammonia). A poorer sample may only contain nitrogen up to about 
I per Cent, ammonia, * 


Bask Slag.— (Otherwise known as basic cinder, basic pho.sphate, Thomas 
slag, I homas meal, or d’homas phosphate.) 

This is a by-product of the Thomas-Gilchrist process for the Bessemer 
conversion of phosphatic pig iron into steel. 'I’bc phosphorus, at the high 
temperature of the molten iron, is converted into tetra-calcium phosphate by 
combining with the coating of lime in the converter ; this pho.sphate, unlike tri- 
calcium phosphate, is soluble in citric acid solution. 


Sral^ho''spSefwitr^a,'’'' Wiborgh-phospbale, is formed in Germany by Seating 


Basic stag is a very' heavy material, and when finely ground forms an excellent 
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manure, the phosphorus being more readily available than in the case of natural 
phosphates. 

The preparation of the slag as a manure simply consists in fine crushing 
and separating. 

This is usually carried out at the iron works. Some of the most suitable mills used in this work 
are ball or ball-tube mtlls (see p. 24), whilst air separation is the best. On the average about 
80 per cent, of the slag should pass through a sieve of 10,000 meshes to the square inch. According 
to English Patent, 63, 1902, Thomas slag is converted into a powder by the action of steam. 

The value of the meal depends on the percentage of citric-soluble phosphoric 
acid it contains. ^ In good slag 80-90 per cent, of the total phosphoric acid 
should be soluble in a 2 per cent, citric acid solution. 

Two typical analyses of basic slag, as given by J. Richardson & Co., are as follows 


i 

! 30 L 

1 Grade. 

39 7 e 

Grade. 

Silica ' 12.60 

Peroxide of iron 10.87 

Protoxide of iron 7.01 

Protoxide of manganese 6.19 

; 44 .,S 3 

Magnesia 4.12 

Sulphur i 0.27 

Phosphoric acid j 14.41 

8. 10 
10.20 

S -54 

5-34 

45.42 

3-63 

0.41 

18.36 

100.00 

1 

100.00 


Basic slag is suitable for clay and peaty soils, moorland, fruit, and vineyards, 
and generally all lands poor in phosphoric acid. The action is somewliat slower 
than in the case of superphosphate, but the actual cost of the phosphoric acid in 
the slag is about three-quarters the price of that contained in superphosphate. 

The annual output of slag in the Unitetl Kingdom now amounts In some uoo.otxa Ions, of which 
about 2ro.ooo tons are used for home consumption. The Continental prodiiclion alone is estimated 
at 3,000,000 tons, while over 2,200,000 tons were used annually in Germanv. 


II. PHOSI'HO-NITROGENOUS MANURES 

Bones.— (a) Raw and unsteamed bone manure is rich in phosphorus 
and fairly rich in nitrogen. 

Crushing.— Bones are crushed in any suitable mill; the type usually used 
consists of a pair of toothed rollers between which the bones pass. Unless the 
bones are finely crushed they are best used on the land early in the season on 
account of the time taken to decompose. 

Good raw bone meal contains 40 50 per cent, phosphates, and 3.5-4 per cent, 
nitrogen (equivalent to 4-5 per cent, ammonia). English raw bone meal generally 
contains 45 per cent, phosphates and 3.5 per cent, nitrogen : — 

Indian bone meals have been placed on the market, and are usually slightly richer than the 
English varieties. 

Raw bone meal is mote often used for permanent pastures tlian for crops, on account of its 
Slow rate of action. 

{>>) Steamed or Degelatinised Bones.— Crushed bones are treated with 
superheated steam and benzene to remove the fat and glue (for description of 
process, see Martin’s ‘‘Industrial Chemistry: Organic,” pp. 31 and 595). The 
bones after treatment contain only about 1 per cent, of the nitrogen, and after 
grinding are sold as "steamed bone meal": — 
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fairly expensive. 

The value of steamed bone meal is less than raw bones on account of the 
smaller nitrogen content; the amount of phosphates is, however, higher. 


Flesh Meal (flesh guano or meat meal) is obtained from the carcasses of 
horses and other animals, the putrid animal refuse from slaughter-houses, garbage, 

^"'suitable plants have been designed and are in operation at various places. 
The refuse is placed in a sieve in an iron cylinder into which superheated steam is 
nassed ; after a few hours the meat becomes thoroughly cooked. The fat and 
gelatine broth drop down and are collected; the evil-smelling steam is also 
collected by condensation. The solid matter after straining is reduced, by pulveris- 
ing, to a pulp and then conveyed to a suitable drying apparatus, 'Ihe dried 
product is called flesh meal and is completely scentless : it contains 6-8 per cent, 
nitrogen and 6-15 per cent, phosphoric oxide. 


The water or tankage that separates from the alwve cooking is stored in vats, heated to 
no’ F., and the grease removed as complelcly as possible; this is important, because iF grease 
is present, it interferes with ihe evaporation. The liquid is now evaporated in a jsUJtable machine, 
the dried product being used as a manure. (See English Patents, 23,045, 1904: 24-492> *9®®; 
21,630, 1908; 15,634, 1909.) 


The so-called “ Fray-Bentos ’ guano is produced in a similar manner from 
the residue during the manufacture of Liebig’s extract of meat. 

Fish Manures or Guanos— These are largely made from the residue and 
offal from fisheries, and sometimes (as in America) from whole fish. 

The fish scrap is carried in a continuou.s stream to the Cooker or digester 

(Fig. 13 0 ^))- 

This consists of a horironfal cylinder to one end of wliich is fittetl a mechanical feeder. A 
long hnllow steel shaft, capable of being rotated, passes tliroiigh the cylinder, .ind carries a 
spiral conveyer which, by rotation, continually moves the material through ihe cocker. The shaft 
is also provided with hollow radial arms, and pierced with numerous holes. 

The fish scrap is thoroughly disintegrated by the rotating of the shaft, aiid cooked in a few 
minutes by the steam w hich pa.s.se.s through the shaft and arms. 


When the material reaches the other end of the cylinder, it is automatically 
conveyed to the press (Fig- 13 (B))- 

The central rotating hollow shaft of the press carries a tapering pressing .screw which revolves 
in a similar conical steel casing. The wet material is fed by means cjf a mechanical device, .ind 
discharged at the smaller end of the machine thoroughly pres.setl. The pressure un the matcriiil 
is regulated by the .size of the opening at the discharge end. 


Steam may be passed into the material from the shaft during pressing ; this is 
advantageous in pressing substances which contain much grease or oil. TTe 
water and oil which separate during pressing drain away into large settling tanks 
where the oil is separated. From the discharge end of the press the material is 
fed to the drier That shown in Fig. 13 (C) is a direct heat rotary drier, and 
reduces the moisture to about 10 per cent. 

The long Totaling cylinder is slightly tilted hum the furnace end, and is provided in.side wilh 
a number of shelf-like vanes. The material and furnace gases enter at the higher end. The wet 
materia) falls to the bottom, but is elevated 1;^ the shelves to the highest point in the cylinder, and 
is then showered through the hot furnace ga»s. This operation is repealed until the dried 
material i.s discharged at the lower end of the drier. 


Wet Fish Scrap. — In some cases the fish scrap as it comes from the press 
is acidulated with sulphuric acid of 60’ (60-80 lbs. per ton of wet scrap). 

This converts the bone phosphates into the soluble form, and also prevents the 
material from decomposition. Good fish scrap contains 50 per cent, water, and 
7.5-7.75 per cent, ammonia. 
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(B) Automatic Continuous Screw I'ress. 



(C) Direct Heat Kottry Drier (with ring gear). 
Fic. 13. 

/•- •» •• • ‘ 
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Whale Meal (or whale guano) is a variety of fish manure made from the 
refuse from wliales. 

The oil should be removed as complelely as possible from fish scraps, because if present in tiic 
manure it hinders the decomposition, and is itself useless as a manure. Dry fish manure should 
Ire stored carefully on account of its great combuslibility due to the residual oil. If stored in large 
heaps, fires may be caused by spontaneous combustion. 

(See Knglish Patents, J,470, 8,483, 9,773, and 25,425 for 1901 ; 18.741, 1902; 15,319, 
1903; 9,018, 1904; 23,399, 1907; 19,706, 1910; and 18,365, 1911.) 


Analyses ok Fish Guanos. (H. Richardson & tJo., York.) 



Fish Meal. 

Wliale Meal. 

Moisture 

9.10 • 

5-74 

* Organic mailer and water of combination - 

65.44 

59.98 

Phosphoric acid 

8.S2 

12.79 

[Equal to calcium pbosphatcj 

(19.28) 

[27.93J 

Lime 

10.10 

16.60 

Magnesia, alkalis, etc. .... 

J-J 5 ! 

187 

Insoluble siliceous matter .... 

3.22 

3'02 


JOO.OO 

100.00 

* Containing nitrugen .... 

1 

7.21 

6.6-, 

Equal to ammonia .... 

8-75 

8,06 


III. NITROGENOUS MANURES 

{a) Inorganic— Nitrate of Soda, or Sodium Nitrate, NaNO^ (Chile salt- 
petre) (for occurrence, preparation, etc., see Vol. 1 ., p. 431).— This is one of the 
most concentrated forms of nitrogen, «and a manure in which the nitrogen is in a 
condition very easily available by plants. The reason for this is that nitrate is very 
soluble in water. 

The usual standard for good quality nitrate of soda is “at least 95 per cent, 
purity,” i.e.f containing 15.6 per cent, nitrogen, equivalent to 19 per cent, ammonia. 

The base soda (Na.O) of the nitrate ran har<lly be calletl a fertilising ingrcdicnl, but it i.-i 
beneficial because its action on clays in the soil causes decofnp(;silion, during which potash i' 
liberated. This manure is chiefly used as a top dressing on account of its great sohibility. The etfeci 
on the plant can be'seen in a few hours I7 a change in the colour of the leaves. 

Saltpetre is not a complete manure, since it supplies only one essential constituent of plant fttoil, 
i.e., nitrogen, and for most purposes it should therefore be used in conjunction with phosphates, etc. 

Ammonium Sulphate, {NH^j^SO^ (for preparation, etc., see Vol. I., pp. 4^3 
ei j?f/.).— This is practically the only ammonium compound on the market as a 
fertiliser. Ammonium sulphate contains alxtut 20-21 per cent, nitrogen, equivalent 
to 24-25 per cent, ammonia. 

The nitrogen in ilic form of ammonia is not so easily assimilated by |;lants a,s it is in the nitrate 
form : this is Irecausc the ammonia has to be converted into nitrate in the soil by the action of 
mtnfyiDg bacteria before lacing available for plant use (sec Vol. I., pp. 427-429). 

The addition of Comtnon Salt to ammonium sulphate is said to increase the feitilisine power 
{/ourti. Soc. Chtm. Ind., 1911, p. 40). 

Ammonium sulphate should not be applied to soil soon after liincing, and is 
not very suitable (unless on grass) for wet clay soils where the want of good aeration 
makes the nitrifying process slow and imperfect. It is a very valuable nitrogenous 
manure for corn crops, [xjtatoes, etc., while it is very suitable for making mixed 
manures (see p. 41). It should not be used too frequently on soils poor in lime. 

me nitrate, lime ^tpetre, Ca(N03).^.2H30 (for preparation, 
*'f P* 435 )' — This is a comparatively new fertiliser, and is 


Calcium nitrate, li 
properties, etc, see Vol. 
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rapidly becoming a valiialdc nitrogenous manure, competing closely with sodium 
nitrate, 

Nitrate of lime usually contains about ij ])cr cent, nitrogen, equivalent to i6 
per cent, ammonia (if of gs per cent, purity it contains 15.6 per cent, nitrogen equal 
to 19 per cent, ammonia), and is directly assimilable by plants without having 
to undergo any change in the .soil. It is hygroscopic, and is best employed in the 
basic state [Ca(NO.|)2.CaO] on account of its greater stability. 

Ii can be rendered dry and non-dcliquescenl by mistnrr willi an absorlient sulmlance, such as 
sodium sulphate nr calcium sulpha'e {Enrtlish Patent, 24,297, 1903). According to German Patent, 
22,9163, 1909, a mixture of stihttions of calcium nitrate and nitrite on evaporatioit (the nitrate 
nitrogen being less than 15 per cent, of the total) forms a dry, triable powder which is not 
deliquescent. 

Calcium nitrate like sodium nitrate is specially .suitable for top dressing on 
account of its hygroscopic nature, which causes it to find its way into the soil 
very easily. 

The results of recent ex[)eriments show that nitrate of lime gives the best 
result of all manures. 

(!>) Organic— Calcium Cyanamide (“ lime nitrogen ” or “ nitrolime This 
is the calcium compound of hydrocyamic acid, Ca=N - C_N (for preparation, etc., 
see Vol. I., p. 475), It is a black compound, and contains 19-20 per cent, nitrogen, 
40-60 per cent, lime, and 12-14 per cent, carbon. When exposed to the air 
water is taken up by the lime, but there is no loss of nitrogen as was formerly 
supposed. 

Kaw nitrolime may conlain small quantities of carbides, phosphides, and sulphide.s as impurities ; 
these are undesiralile in manures, l>ecau.se the corresprmding gases (/.e., acetylene, ColI.>, phosphine, 
aiul hyilnj^eii sulphide, II^,S) are all poisonous to vegetation, and particularly lo seedlets, and 
during’ gerniination. Several processes have been introduced and much machinery design^ lo 
prepare a good product from crude cilcium cyanamide, suitable for use as a fertiliser. The object 
nf iliese is lo hydrate all the caustic lime, and discharge nr expel these }xiisf*nous gases from the raw 
material. A gianular product may be made by mixing with molasses to hydrate the nitrolime, then 
drying and grinding (French Patent. 444.933, 1912)- 

The use of nitrolime as a manure depends on the reaction it undergoes with 
water into calcium carbonate and ammonia — 

CaX.CiN n 3ll..()-4-CaCO:, ( 2MI., 

Its decomposition in the stu) is not so simple as shown by this equation, but probably takes 
place in stages. 

First atmospheric carlion dioxide and water form cyanami«Ie— 

Ca.V.CX i CO., + ILO^CaCO; t H.X.CX. 

Then this is converted into urea by further action— • — -- -- . . . - - 

/NH, 

H..X.CX ^ II..O^CO< 

Urea hy ammonia fermentation yields aniiuunium carl)ona(e — 

CO{MLC + 2ILO-XKHA.CO3. 

This can be assimilated either direct by plants or indirectly after being converted 
into nitric acid by nitrifying bacteria. 

Tile decomposition in the S4>il is said lo l>e il«e lo inorganic catalysis as well as bacteria ( fotttn. 

•«<. Chem. /mi., igri, p. lor). ' ' 

I He presence of the lime in calcium cyanamide has a valuable action during 
nianuring: it prevents the soil becoming acid, thereby causing abundant growth of 
the nitrifying bacteria, which cannot live in acid soil. 

Calcium cyanamide is not pleasant to handle, and the dust is injurious. U.S. Patent, 1,049,953 
\ 19 > 3 ), refers to making a non dusiing product from calcium cyanamide, 

NitrolimCt as now manufactured, can be stored for a good lime under ordinary 
conditions without damage or loss of fertilising power, and may be mixed in any 
proportion with other manures without evolution of heat or loss of ammonia. It 
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is claimed that unit for unit nitrolime is etjual in value to sodium nitrate or 
ammonium sulphate, but it is not suitable for top dressing, although it does not 
injure germination. It is a good deal dependent upon the season for its rapidity 
of action. 

The fertility of calcium cyanamide m.iy Ijc increased hy .adding iron oxide (powdered /)Og iron 
ore}, l/oiini. Soc, Chem. 1912, p. 941.) 

A stable “nitrolime” fertiliser may be made by mixing the raw material wiili calcium nitr.ile, 
then drying and grinding the product (German I'alciU, 252,164, 1909). A sinular powder can be 
made by mixing witli .iJkaline silic.afe.s, etc., and pariialiy hydrating (French J’atent, 423,072, 1910). 

According to German Palent. 242,522, 1910, the mixing of nitrolime, before its application to 
the soil, with a colloidal substance, or one readily convcrte<I into the colloidal condition iron 
oxide), causes the tran.sformation into urea to Ire accelerated. 

“ Nitrolime ” in a fertiliser may be detected by its odour, alkaline reaction, and 
abundance of lime in the ash. 

The analy.sis of fairly pure calcium cyanamide is as follows (Rogers and Aubert) 


Total nitrogen = 17.01 |>er cent. 

Total lime = 34.73 per cent. 

Nitrate nitrogen = 3.39 per cent. 
Cyanamide nitrogen 13.62 per cent. 


100.00 


Calcium cyanamide 
Calcium carbonate • 

Calcium nitrate 
Slaked lime * 

Sodium c.'i-anamMe 
Freecatlxin - 
Silica, alumina, iron oxide, etc. 


Rape Cakes and Meals (for manufacture see Martin’s “ Industrial ( 'hemistry ; 
Organic” (Oil Extraction)). — ^These contain about 4-5 per cent, nitrogen, .ind a 
little potash and phosphates. Rape cakes and Rape dust are gradually decom- 
posing fertilisers, and are specially suitable for potatoes and corn. They are 
[irepared from rape seed which has not been completely oil-extracted. The best 
variety is East Indian ra[K; cake, in which the nitrogen is as much as 6.5 per cent. 

Rape Seed Meal, on the other hand, is produced by the newer chemical oil- 
extracting processes, and the nitrogen content is somewhat higher than in rape dust; 
the price is, however, lower because it takes longer time to decom[)ose in the soil. 

Castor Oil Meals are similar in character to rape meals, and arc the residues 
from the castor oil beans after chemical extraction of the oil. For manufacture see 
Martin s “ Industrial Chemistry ; Organic ’’ (Oil Extraction). 

Similar manures are often made from damaged feeding cakes, etc. 


Analysk.s of these ,\ 1 anl-be.s. 

(J. Richardson Sc Co., 

Vork.) 


■ 

Oil-Extracted. 


East Indian 
Rape l.iake*;. 

; 

Rape Seed. 
Meal. 

Castor 

-Meal. 

Moislure 

‘Organic matter .... 

tPhosphoric acid .... 

Time 

T.Magnesia, alkalis, etc. 

Insoluble siliceou.s matter - 

10.S4 

81.14 

2-43 

1.30 

2*59 

1.70 

10.88 

72.78 

1.92 

2.6o 

4.00 

7.82 

10.34 

79-42 

1.52 

3-36 

4.28 


i 100.00 

too. 00 

100.00 

* Containing nitrogen 

Equal to ammonia - - . . 

t Equal to tribasic calcium phosphate* 

^ Containing potash • . . . 

0.46 

5 - 3 ' 

1.42 

5.12 

6.21 

4.19 

1.40 

. . 

4.66 

5.66 
3-31 
1.19 
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Blood Meal is a very rich manure, containing on an average 1113 per cent, 
nitrogen and 0.75 percent, phosphoric acid, and rots rapidly in the soil, It i.s 
prepared by coagulating blood from slaughter-houses, etc,, drying and grinding the 
product. The manufacture is carried on in America, and also in our own country, 
the product fetching a good price. 

Blood meal is becoming less used as a manure, its place being taken by chemical manures. 
Dried blood is now mostly bought by manufactuicrs and converted into compound manures. 

Horn and Hoof Meals.— Scraps of horn, hoof shavings, etc., are ground 
to form a meal; sometimes, however, they are heated or treated with superheated 
steam previous to grinding. 

The meal must he finely ground, because horn is insoluble and decays slowly. The product is 
very rich in nitrogen, containing some i4 per cent, or more, and is chiefly used for vines, roses, and 
making inixerl manures. The use as a manure is becoming less. 

Wool, Shoddy, Rags, etc.— These are not suitable manures for ordinary 
farming, but are useful for crops such as hops and grapes. Wool, when dry, 
often contain.s 16-17 per cent, nitrogen, and as shoddy 13 per cent. The wool 
in shoddy is finely broken up by mechanical means. 

These products are useful if olitatned cheap ; the value is diminished if they contain oil and dirt. 
.Sulphuric acid is sometimes mixed with shoddy to form a manure (English Patent, 24,647, 1906). 
Hair and feathers form a fertiliser of similar composition to the alxrve. The principal protein 
.suhslance in all these is “ Keratin.” 

Skin and Leather Meals.— 'I'he trimmings and waste from leather works 
are ground so as to form a meal. Samples of ground leather are difficult to 
obtain, the trade being a hidden one, and the product sold under the name 
of “Nitrogenous Fertiliser.” The meal contains 4-6 per cent, nitrogen, and is 
little used as a manure on account of its slow decomposition. According to 
English Patent, 11,644, '908, the residue from the dry distillation of leather is 
used as a manure. 

Suitable products for manuring m.yv U prepared Ity treating wool, leather, horn, etc., with 
superheated steam, sulphuric acid, or Iroth, and a solvent like Irenrene for removing fat (English 
Patents, 12,1144, igio, and 27,266, 1911 ; .also Krettch I'atent, 437,628, igir, and U.S. Patent, 
t, 049,482, 1913). 

Soot may contain up to 35 per cent, ammonium sulphate, and has been much 
used for raanurial purposes. Soot also exerts a mechanical effect on clay lands. 
In buying soot for farming, care should be taken to obtain chimney SOOt 
rather than shaft SOOt, which only contains a little nitrogen. 

Analysis of Soot {Mark /.jut E.\f>ifss, 191 j, Vol. ('IX., p. 579) ; — 



1 Shaft Soot. ' 
i 1 

1 1 

Nitrogen 

0.26 6.72 

Equal to ammonium sulphate 

'•7 . 1*'7 

Ash 

62. 48 IS.O4 

Moisture 

17-0 6.59 


Bacterial Manures.— Many such manures have been tried from time to time, 
but so far have not proved very satisfactory. 

They chiefly consist of pure cultures of bacteria from the nodules that occur on the roots of 
‘^6’ijumous plants (English Patent, ^4, 

These bacteria are able to assimilate nitrogen direct from the air, but only in the presence of 
carton compounds (Chtmical Netus^ 21st SefMember 1910). 

it IS still held by one class of agriculturists that soil inoculation is one of the solutions of the 
great problem of manuring for certain crops, 
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Nitragio is a culture of bacteria occurrinjj in the njxlules nf legumes. The chief organism is 
B. roiUocoB. Pure cultures of this bacillus have not been found successful for soil inoculation. 
It is best to prepare the culture from several varieties of nodules, i.e., peas, beans, etc. 

Cultures of azotoliacter and pseudo-monas have been tried with some success. 

English Patent, 19,902 (19CI8), and U.S. Patent, 982,5^ (* 9 "). deal with the preparation of a 
culture of organisms that will increase the growth of nondeguminous plants. 

Use of Waste Products for Making Manures. -This should be an im- 
portant source of both nitrogen, phosphates, and potash, and should receive careful 
attention from the chemist. 

Marty patents exist for the utilisation of waste products for making fertilisers. The chief 
English Patents are : — 

9,514, 1901 ; 11,645, 1902; 2,519, 6604, and 16,607, 1903; 18,484, 1904; 2,591 and 2,591 a, 1907; 
and 25, 108, 1910, using v^'aste from breweries and distilleries. 

15,266, 1902; 7,921, 1903; 23,055, 1906, using molasses and yeast ; 8,088, 1901, and 8,779, 1908, 
using cellulose waste products ; 20,679, 1902, using sawdust, etc. 


IV. POTASFI MANURES 

Potash in some form is almost indispensable to the growth of all cultivated 
crops; it is needed for the production of albuminoids, and helps the formation of 
carbohydrates. Potash occurs in all parts of the plant, and particularly in the 
seeds; about one-third of the ash of plants is KoO. 

The effect of potash manuring varies according to the soil ; cultivated land is 
not usually poor in potash. Sandy, gravelly, chalky, and peaty soils, as well as 
reclaimed fenland and moorland, are those on which polash is most likely to have 
a good elTect. These manures are profitable, especially for meadow grass, clover, 
tobacco, cotton, colTee, potatoes, legumes, corn, etc. 

Agricultural Consumptioa of Potash in the World (Mark Lane Express^ Vol. Cl.\'., p. 271, 
i 9 ^ 3 )'-“E*pressed as tons of pure potash (K-iO). It takes 8 tons of kainit, 2 tons of 90 percent, 
sulphate, or 3 tons of 80 per cent, chloride of potash to yield i ton of pure potash 


I Consumption 
I (Tons K2O). 


Consumption 
(LIjs. K2O per 
100 Acres). 


Germany 
United States 
Holland 
France • 
Sweden 
Russia - 
Austria 
Spain - 
Belgium 
England 
Scotland 
Ireland 
Italy - 
Denmark 
Switzerland • 
Norway 


422,355 

141,034 

34.374 

26,468 

17.452 

17.079 

' 5 - 5 ^ 

9.84s 

9, 101 
11,637 
<>.539 
2.996 
6,06 1 

5.83. 

2,674 

2,282 


I, 056 

75 

J. 491 

70 

439 

II 


94 

38 

424 

149 

387 

121 


33 

<93 

lOS 

349 


The chief source of potassium salts is the Stassfuri deposits (see Vol. I., p. 329), 

The following are the chief Potash Manures:— 


Kajnit (see Vol. I., p. 330).— This is a natural salt from Stassfurt, and is a cheap 
manure. It usually contains about 23 percent, potassium sulphate (equal to u.5 
per cent. KjO), 27 per cent, magnesia salts, and 4 per cent, common salt. The 
colour IS white to reddish brown, but this is no evidence as to the quality. 
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Muriate of Potash (potassium chloride, KCI, see Vol. I., p. 335) is the most 
concentrated and soluble salt of potash, consequently it is suitable for top dressing. 
The potash content varies according to the purity of the salt, and is usually 50-55 
per cent. 

Sulphate of Potash (KjSO^, see Vol. I., p. 337) is not so soluble as the 
chloride, but nevertheless is an excellent manure. As generally sold, it is of 90-95 
per cent, purity, containing about 48-52 per cent, potash. 

Nitrate of Potash (KNO,, see Vol. I., p. 433) is an excellent manure, because 
it contains both nitrogen, as nitrate, and potash. When pure the value is too high 
to enable it to be used as a manure, but impure nitrate can be obtained at a 
moderate price. The purity of such 
nitrate is about 95 per cent., and it 
contains 44 per cent- potash as well 
as 13 per cent, nitrogen (equal to 
16 per cent, ammonia). 

Other potassium salts used for manuring 
are carnallite, kieserite, potassium phos- 
phate, and sometimes chlorate of potash. 

V. MISCELLANEOUS 
MANURES 

Salt (scKlium chloride, NaCI, Vol. I., 
p. 261).— This is useful for applying 10 
mangels,cal)bag€s, and other crops, so-called 
“ broad ” salt or ground rock salt l)eing 
used for the purpose. Soiled fisn curing 
salt contains a certain amount of oil, and 
is not very effective for agricultural u.se. 

It can lie obtained at a low price. 

Calcium or Lime Manures are used 
on soils which contain little calcium. 

Quicklime (see p. 78, als<i Vol. I., 
p. 341} is of great use in older to neutralise 
the acidity of the soil which hinders the 
growth of the nitrifying organisms. Lime 
also tentls to improve the mechanical con- 
dition of the soil, increasing its porosity and 
general condition. Sometimes slaked lime 
is used, but this is heavier than quick- 
lime, and consequently the cartage is more 
expensive. 

Calcium Carbonate (see p. 78, also Vol. I., p. 341),— Unburnt limestone has been found to 
U better than quicklime on certain soils, especially on light porous soils. The cost is less than 
lime, but the amount of lime in limestone is only 56 inrr cent. Ground shells have been used as a 
calcareous manure. 

Calcium carbide residues may lie use^I on the soil, according to Gelach and Schuixe, without 
harm. 

Silicate Manures. -'Plants cannot assimilate silica in the form of quarts. According to Witt, 
waterglass and potassium silicate possess great {possibilities as manures, particularly for growing 
mai^e and cereals which contain much silica. 



Vf. MIXED MANURES 

Manures containing more than one fertilising ingredient may be made by 
mixing together two or more manures of a special character in suitable proportions. 

It is very important to mix the fertilising materials thoroughly in order to obtain a product of 
umfwm composition, and consequently efficient mixing machines should be used. Fig. 14 shows 
tne interior view of the “ Sturtevant Hurso Mixer.” Hiis machine is capable of mixing to an 
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iccuracy of 0.1-0.01 per cent., witli nn output up to 400 tons of material per day. There are 
many other types of mixers on the market. 

Potassic Superphosphate is made by combining calcium superphos- 
phate and potash salts. 

Saltpetre Superphosphate is likewise made by mi.’tmg nitre and super- 
phosphate. It is not liked because free nitric acid is developed, and this 
corrodes the sacks and even causes them to catch fire. 

Artihcial Guanos are prepared by mixing nitrogenous and phosphatic manures 
such as calcium superphosphate and ammonium sulphate in varying proportions. 
The mixture changes partly into ammonium phosphate and calcium sulphate, 
and is sold under the name of "nitro-phosphate” or sometimes wrongly called 
“ammonium superphosphate.” 

Certain manures should not be mixed, k or instance, nitrolime should not be mixed with guanos, 
etc., and if mixed with superphosphate cau-ses part of the soluble phosphate to be reverted, 
although there is no loss of nitre^en. 


VII. GUANOS 

(a) Raw Peruvian Guano is obtained from the huge deposits of excreta, up 
to too ft. thick, from extinct as well as present-day birds at Ballestas and other 
islands, and along the Pacific coast of Peru. 

The birds are cliiefly pelicans and cormorants, and depiisit 20,000-30,000 tons per year. 

These deposits vary in composition; some are rich in nitrogen, and others in 
phosphates. In general, when one constituent is present in a large amount, the 
proportion of the others is comparatively low. The ammonia in guano varies 
from about 2-12 or 14 per cent., calcium phosphate from 20-60, and potash 1.5-4 
per cent. 

Sametinjes ginnos are Ukmkd or mixed with chemical manures, such as ammonium salts, in 
order to obtain definite proportions of phosphates and nitrogen. The pnxioct is sold as '* equalised 
guano.” The Peruvian guanos are gradually liecoming exhausted, but the Peruvian Government 
propose to limit the removal of the guano so as not to disturb the birds, and hope in this way to 
conserve the supply. 

Export of Peruvian Guano in Tons : — 

Year 1908 - - - 76,108 tons. Year 1910 ■ 61,578 Ions. 

,, 1909 - • t 9 tt - (approx. ) 6o.(X)0 ,, 

{i) Ichaboe Guano is obtained from the Ichaboe group of islands off the south- 
west coast of Africa. Deposits of guano are formed by recent bird.s, and dry 
naturally. The deposit is collected after the birds have migrated. 

Ichalioe guano is a rich nitrogenous and phosphatic manure, anil compares well with the 
Peruvian guanos, ihe price being decidedly less, 

(f) Riddled Guano. — Ordinary raw guano is in a lumpy condition, and 
contains some stones. Riddled guano is made by removing the stones and 
reducing the lumps to a powder. 

Sometimes guanos are treated with, acid in order to obtain a product which is 
more soluble and of use for top dressing. This is sold as “dissolved guano " 

Natural guanos have a decided advantage over mixtures of ammonium salts, phosphates, etc., 
because the nitrogen and phosphates ore closely a.ssociated. 


Products obtained from Sewage Sludge, Town Refuse, etc.— 

Many attempts have been made to utilise human faecal substances for manuring, 
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but without very much success at present. Sludge produced by certain processes 
for treating sewage (see Vol. I., p. 191) is used in places as a manure, and gives 
very excellent results. 

A manure sold as ''native ^ano ” is prepared as follows by pressing sluc^e which is pump^ 
under a pressure of sonie 70 lbs. per sr{uare foot into filter presses (see Martin's “Industrial 
Chemistry ; Organic,” pp. 33, 34). 

The liquid drips into a channel underneath the press. Filiralion is carried on until the filter 
press chambers are completely full, and no more liquid drips from them. The press is now opened, 
and the solid cakes removed. 

With a press of plates 30 in. square, and in. deep, seventy cakes weigh a ton. 

The cakes are next air-dried and ground. The product is a very excellent fertiliser, and is 
sold at alxiut lOs. per ton. 

The native g^ano (as supplied by the Native Guano Co.) was found on analysis to contain 
the following ; Nitrogen 4.59 per cent, (equivalent to 5.57 ammonia), phosphoric oxide 2. 15 per 
cent., and a little potash. 

A patent drier for drying sewage sludge, wet grain, etc., by means of super- 
heated steam is supplied by Messrs Blair, Campbell, & M‘Lean, of Glasgow. 

There are many other methods for preparing manures from sewage sludge. Some of the chief 
English Patents dealing with the subject are: 21.856, 1901; 11,890, 1903; 10,539, 1904, by 
treatment with sulphuric acid; 13,135, 1901 ; 29,558, 1904; 16,397, 1908; 9,625, iQto, by 
distilling sludge; 7,388, 1901; 9,337, 1901; 21,297, 1902; 8,931, 1903; 28,646, 1904; 8,347, 
1905; 13,198, 1908, by treating with a precipitant such as lime or chalk; 11,471, 1903, by 
bacterial treatment. 

Plants have been designed for utilising town refuse, street sweepings, etc. The chief patents 
consist in treatment of the refuse with sulphuric or nitric acids, or with heat or superheated steam. 
(English Patents, 11,315, 1905 ; 26,889, 1905; 19,727 and 19,728, 1907 ; and 15,827, 1910.) 

Manures made from (own refuse and sewage are usu.oIly poor in fertilising constituents, and 
must therefore be used in large quantities. Under these circumstances the cost of carriage becomes 
a serious element in deciding when and where they can l)e economically used, 

SeAweed contains 1-3 per cent, nitrogen, 3 per cent, potash, and 0.5 per cent, phosphoric 
acid. According to English 1 ‘alent, 27,257, 1912, seawee<! is dried and powdered, gelatinous 
matter being adaed. 

Fafinjrard Manure. — This has been u.serf .since very early u’me.s, ft consists of the dung and 
urine of anima/s logeiher uifh l/iter, and contains coinpkte n<ji/r/shwenf for the plant as well as 
hmas-forming substance. Such manure contains on an average 0.4 nitrogen, 0.5 potash, 0./5 
phosplioric oxide, .irid 0.45 lime per cent. 

The most imjwrtani constituent fs the nitrogen. This is greater in manure from sheep and horses 
ilian from cattle and pig.s. 

Farmyard manure loses [Wirl of its nitrogen (as ammonia, and also as free nitrogen) while it is 
l)’ing in heaps. Efforts have been made to prevent the loss by adding sulphuric acid or gypsum in 
order to fi.x the ammonia, hut .so far have not proved very satisfactory. 


VIII. THE FERTILISERS AND FEEDING STUFFS ACT, 1906 
[6 Edw. VII., chap. 27.] 

Some of the cliief parts of this Act dealing with fertilisers are : — 

I. (i) “ Every person who sells for use as a fertiliser of the soil, any article which has been 
subjected to any artificial proce.ss in the United Kingdom, or which has been imported from abroad, 
shall give to the purchaser an invoice stating the name of the article, and what are the respective 
percentages (if any) of nitrogen, soluble phosphates, insoluble phosphates, and potash contained in 
the article, and the invoice .shall have effect as a warranty by ihe seller that the actual percentages 
do not differ from those staled in the invoice beyond the prescribed limits of error.’* 

I. (5) “ Any statement by the seller of the percentages of the chemical and other ingredients 
contained in any article sold tor use as a fertiliser of the soil . . . made after the commencement of 
this Act in an invoice of such article, or in any circular (»r advertisement descriptive of .such article, 
shall have effect as a warranty by the seller.” 

I. (6) “Where an article sold for use as a fertiliser of the soil . . . consists of two or more 
ingredients which have been mixed at the request of the purchaser, it shall a sufficient compliance 
with the provisions of this section with respect to percentages if (lie invoice contains a statement of 
percentages with respect to the several ingredients before mixture, and a statement that they have 
been mixed at the request of the purchaser.” 
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I ;m;>» of Error (Kenilisers and Feeding Stuffs Kcgulalions, i9o6).-The ^rcciilrige sjiouW 
be within the limits of error, Thus, if the phosphates arc 2o per cent,, then *e article shou d 
contain 1O-21 per cent, of phosphate, ll is rloublful whether these limits are sufficiently elastic to 
covert' ■ 


iin IQ-21 percent, or uaospimic. n « . 

r the inevitable variation of samples anti of the tests u^etl by different chemists. 


I 


LtMlfS 01 

Krkor 


DRscRinios 01 ' Fkrth.iskr. 

.Soluble 

Phosphates. 

Insoluble 

Phosphates. 

Nitrogen. 

1 Potash. 

r Superphosphates 

I 

... 



2 Dissolved raw Iwnes 

{A) When total percentage of phosph.ite 
is 33 or more per cent. — 

(d) if excess of actual percentage of 
insoluble phosphate over that 
stated in the invoice is 3 or more 
per cent. 

4 


■3 


(^) If exces.s l« l>etween 3.ind 2 per 
j cent. 

3 


•3 

i 

1 ((•) If excess is }>el\vecn 2 and i |)er 

i cent. 

2 


•3 


1 {B) In all ocher • 


t 

•3 


1 3 Eone compounds 


I 

■3 


j 4 Compound m-anures (other than lK)ne 
j . compounds, but including dissolve*! 

[ Of equalised guano) — 

(rt) If respective percentage of nitrogen 
and of phosplute stated do not 
exceed 4 per cent. . - - • 


> 

■3 

1 

•3 

i {/^) If .such exceed 4 |>er cent. 

1 

I 

•5 

■5 

i 5 Sulphate of ammonia . . . . 



•5 


1 6 Nitrate of sorla 



•5 


1 7 Ground hrxifs and horns .... 



•5 


8 ' Pried blood 




... 

9 Fisli guano and meat meal 


2 



10 All cakes and meals (other than bone and 
! meat meals) 



■ 5 

! 

1 1 1 Ground bones and bone meal • 


2 

•5 


1 12 Basic slag and basic superphosphate 

2 

2 


i 13 Shoddy, wool and hair waste • 

(Soluble in a 
per cent, 
citric acid.) 


1 


i 14 Kainit and other potash salts — 

! (a) Where percentage of K^O is not 

1 over 15 pel cent. . . . . 




1 

[h] Where percentage of KJ) exceeds 

1 5 per cent. 




I ^ 

15 Nitrate of potash 



•5 

3 

i6 Peruvian and other natural imported 
w guanos — 

(a) Where in.soluble phosphates do not 
exceed 30 per cent. - 


3 

.5 

W’here such exceeds 30 per cent. - 1 


5 


.5 

(f) Where the percentage of nitrt^en 
i stated does not exceerl 3 per cent. 


.5 

.5 

(d) Where such percentage is between 

3 and 5 per cent. .... 

i 


•75 

I 

.5 

(e) Where such percentage i.s over 5 
j per cent. 



•5 







Analysis of Manures,— This i.s carried out according to the Regulations of 
the Board of Agriculture, 1908 (see Analyst, 1909, p, 462). 
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I. Determination of Moisture (loss on drying). 

A weiijlied quantity of the sample sliall be dried at lOo* C, 


II. Determination of Nitrogen. 

Tlic presence or absence of nitrates must first l>e ascertained. 


(A) Nitrogen in ttc Absence of Nitrates. — (a) A weighetl portion of i!ic sample .shall be 
iransferrcd to a Kjddahl flask ; lo g. of iwlassium sulphate and 25 c.c. of concentrated 
sulphuric acid shall k added, and the flask healed until a clear, colourless, or light straw 
coloured liquid is obtained. ' The operation may k accelerated by the addition of a small crystal of 
copper sulphate or a small globule of mercury 40 the liquid in the flask, 

(i) The quantity of ammonia shall k determined !»y distillation into standard acid after 
liberation with alkali, and where mercury is used, with the addition also of sodium or potassium 
sulphide solution. 

(B) Nitrogen when Nitrates are Present.-(<z) A weighed portion of the sample shall k 
transferred to a Kjckiahl flask ; c.c. of concentrated sulphuric acid added (containing 1 g. 
of salic}lic acid), and the llask shaken so as to mix the contents without delay. The shaking 
shall be continued at intcr\als for ten minutes, the flask being kept cool, and then 5 g of 
sodium thiosulphate and to g. of i^lassium sulphate added. The flask shall now be heated 
until the contents are colourless or nearly so. Copper sulphate or mercury may be used as alxive 
( 11 . (A)(fl)). 

(^) The quantity of ammonia shall k determined in exactly the >amc way as above (II. (A) (i)). 

(C) Nitrogen in the Form of Ammonium SalU.-A weighed puriion shall be taken and 
Iransferrcd lo a flask, and the amnioijia detcrmine<i in llie rvay described in 11 . (A) 

(D) Nitrogen in Nitrates in the Absence of Ammonium Salts, and of Organic Nitrogen. 
— t g. of the sample shall he placed in a t litre Ericnmever flask with 50 c.c. of water 
10 g. uf reduced in.ii and 20 c.c. of sulphuric acid of 1.35 sp. gr. shall be added. The flask 
shal now be dosed with a rubber stopper provided with a thistle funnel, the head of which shall 
be lilied with glass heads. The li<|ui<i shall k kiled for five minutes, .and llie flask removed from 
Uie name ; an)’ liquid which m.'tyha\c accumulated on the beads shall k rinsed back into the 
flask \wili water, i he solution shall now k boiled for three minutes more, and the heads again 
wasiied with water. The ammonia sIihU ibcn k estiinaletl as above {II. (A) (^l). 

fii die cases in which the pro|xulion of nitrates is .small, a larger quaniiiy of die sample shall 


(I'O Control Experiments m the Determination of Nitrogen.-The materials used in anv of 
the methjxls described under this paragraph (fl.) shall k examined as to their freedom (rom 
nitrogen by means of a control experiment carried out under similar conditions, with the same 
quantities of reagents which have k'cn cmploycrl in the actual analysis, in the cai^c of (A), 1 g. of 
pure .sugar king ii.sed in the pUcc of Ihc weighed portion of the sample. The quantiiv of 
.standard acid used in the coni rol experiment .shall k deducted from the total tiuantily of ‘acid 
found to have ken neutralised iti the distillation of tlie .sample. 


III. Determination of Phosphates:— 

f.A) Phosphates Soluble in Water.- In the case of superpho.sphates, dissolved kne.s and 
iitle i agitated for thirty minutes’ in a 

rnni ^hall k filtered. 50 c.c. of the filtrate shall k kiled with 20c.c. of 

'''= molyMale method prescribed 

water is" ? '-i of phosphates solahle in 

water is small, a larger quantity of the lilttate prepared as above shall be taken. . 

Soluble in the Prescribed Citric Acid Solution— c g, of the sample 
rilrl of Itric capacity, jo g. of^re crystallised 

shall ^ "1 "‘“"’,‘'’5 I* “P '0 500 C.C., and llie^ solution 

por on of ^ !" P«“ibilitv of caking, the 

before tht dtri^‘"’’ 'V“l^- 5 c.c. of methylated spirit or alcohol 

shall be ' ‘ V*"'’, °f ‘he citric acid soluticn 

sha , ‘s*'’ °f 5 ® p-c- The bottle shall at once be filled to a shaking apparatus, and 

largJ “Sd” It"'/ TUI-*' "i"" he fiterrf through a 

filtrate shall b ^ Ihe liquid being pouted on the paper at once. If not clear, ihe 

and the ‘he same paper. 50 c.c. of the filtrate shall then he taken, 

paragraph Hi'Id) ^ determined by the molybdate method prescribed below in 

Acid,-A weighed portion of the sample, in which portion, if 
mea5^?ha iL f "ir.'" — 'finbe". »nd the silica removed by appropriate 

, hall be dissolved in nitric acid and boiled, the solution being made up to a definite bulk. 
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The phosphoric acid shall be determined in an aliquot part of the solution by the molybdate method 
in paragraph 111 . (D). 

(D) Molybdate Method.— To the solution, which should preferably contain 0.1-0.2 g. of 
phosphoric oxide, obtained as above described in {>aragraplis III. (A), (E), or (C), 100-150 c.c. of 
molybdic acid solution, or an excess of such a solution— /.<■., more than sufficient to precipitate all 
the phosphoric oxide present in the solution— shall be added, and the vessel containing the solution 
be placed in a water bath maintained at C. for fifteen minutes, or until the solution has 
reached 70° C. It shall then be taken out of the bath and allowed to cool, and the solution 
filtered, the phosplio-molybdate precipitate lieing washed several tinjes by decantation, and finally 
on the paper with i per cent, nitric acid solution. The filtrate and the washings shall be mixed 
with more molybdic acid solution, and allowed to stand in a warm place in order to ascertain that 
the whole of the phosphoric oxide has been precipitated. 

The phospho-molybdaie precipitate shall l>e dissolved in cold 2 per cent, ammonia solution, 
prepared as described below, and about too c.c. of the ammonia solution shall l>c used for the 
solution and washings, 15-20 c.c. of magnesia mixture, prepared as described below, or an 
excess of such mixture— 1>., more than sufficient to precipitate all the phosphoric oxide presdht 
—shall be added drop by drop, with constant stirring. After standing at least two hours with 
occasional stirring, the precipitate shall be filtered off, washe<l with 2 per cent, ammonia solution, 
dried, and finally weighed as m^nesium pyrophosphate. Tlic filtrate and washings shall be tested 
by the addition of more magnesia mixture. 

(E) Preparation of Molybdic Acid Solution.— 125 g. of molybdic acid and too c.c. of 
water shall be placed in a litre flask, and the molybdic acid shall be dissolved by the addition, 
while the fla.sk is shaken, of 300 c.c. of 8 per cent, ammonia solution, prepared as described below, 
400 g. of ammonium nitrate shall be added, the solution made up to the mark with water, and 
the whole added to i litre of nitric acid (sp. gr. 1.19), the solution maintained at alx'Ul 25' C. for 
twenty-four hours, and then filtered. 

(1“ ) Preparation of Magnesia Mixture.—! 10 g. of cry.sialliscd magnesium chloride and I40g. 
of ammonium chloride shall be dis.solvfd in 1,300 c.c. of water. This solution shall be mixed 
with 700 c.c. of 8 per cent, ammonia solution, and the whole sliall be allowed to stand for not less 
than three days, and shall tlicn be filieretl. 

(G) Preparation of Ammonia Solutions 

(i.) 8 per cent, ammonia .solution. — One volume of ammonia solution of sp. gr. 0.8S0 shall he 
mixed with three volutne-s of water. This solution shall then be adjusted by the addition of strong 
ammonia or water as required until it has (he sp. gr. of 0.967. 

(ii.) 2 per cent, ammonia solution.— One volume of the 8 per cent, ammonia shall be mixed with 
three volumes of water. 


IV. Determination of Potash 

(A) Muriate of Potash Free from Sulphates.— A weighed p.rtion of the .sample {about 5 c. 
la the case of a concentrated muriate of potash, or 10 g. in the ca.se of a low-grade muriate) shall be 
dissolved in water, the solution filtered (if necessary) and made up to 500 c.c. To 50 c.c. of the 
solution, placed in a porcelain basin, a few drops of hydrochloric acid shall be added, ,ind alvj 
10-20 c.c. (according to whether the {wlion weighed was 5 or 10 g.} of a solution of platinum 
chloride containing 10 g. of platinum pet roo c.c. After evaporation to a syrupy consistency on 
a water bath, the contents of the basin shall be allowed to cool, and .shall then be treated with 
alcohol of sp. gr. 0.864, being washed by decantation until the alohol is colourless. The washinc.s 
shall then be passed through a weighed or counterpoi.sed filter |>aper, on w hich the precipitate shall 

finally collected and wa.shed with alcohol as above, dried at loo^ C. and weighed. The precipitate 
15 to l;e regarded as K.jPtClj. ^ 

(B) S^ts of Potash containing: Sulphates. -A weighed portion of the sample (about 5 g. in 

n sulphate of potash, or tog. in the case of kainit or other low-grade salts) 

"“u I'' ’■I'*™''''’''": “'"i »”<l 300 C.C. of water in a J litre flask. Barium 

sSnrie ! cautiously added, drop by drop, to the boiling solution, until the 

Pf«‘P‘luted. Any slight excess ol Urium shall be removed by the 

braird s in ™ i ^ ‘ ^ 5 ° ‘he filtrate shall he 

treated a, in paragraph IV, (A), to or 20 c.c. of platinum chloride, as the case may I*, Ijeing used. 

in older^t^r^f^Ta” ■ F«rtili8ers.-io g. of the sample shall be gently ignited 

concentiateil hvHrr M ^ heated for ten minutes with 10 c,c. of 

Sred n to a 1 S PO c.c. of water. The liquid shall then be 

The extents of the fl lu ^ ^ pomt, and a slight excess of barium hydrate added, 

c c slS bl triced “’"1' "P S” Of filth's ^ 5 ° 

boiiifg wiA a hi le ™Cer^ elution and excess of ammonium carbonate i and then, whHe 

po»dered ammonium oxalate, cooled, made up to 500 c.c and filtered Of Ibe 

a^nTerreeXov^rMai’^q,'’'^ 

kept below tLt of low redness The ’r ' d* st' expelled, the lemperilure being 

and the potash determined iu the filtrate i 
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Forms of Certificates.— These shoukl contain the following words:— “ The analysis was made 
in accordance with the Fertilisers and Feeding Stuffs (Methods of Analysis) Regulations, 1908.” 

Import and Export of Fertilisers— United Kingdom, 1912. 



1912. 

1911. 

Import in tons 

Basic slag ' ‘ ‘ ‘ j 

Bones i 

Guano I 

Sodium nitrate - - ■ 

I'liosphate of lime - 

49 o»o 

41,206 

14,115 

124,580 

520,270 

22,666 

45.883 

34.124 

128,487 

493.415 

Total . . . . 1 

748,481 

724.575 

Export in tons : — 

Ammonium sulphate 
Superphosphate • • - . 

Basic slag ■ • * - , 

Sundry 

286,864 

88,920 

157.074 

j U 3 . 54 I 

j 

291, 148 

159.463 

195.844 

I 57 .S 67 

Total .... 

666,399 

804,322 


The writer is greatly obligetl lo Dr Bernard Dyer, F.I.C, for his very kind advice and 
suggestions. 
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SECTION LV 

the industry of aluminium 

COMPOUNDS 


By Geoffrey Martin, Ph.D., D.Sc. 


LITERATURE ’ 

L. Gf,sch\vini>.--“ Manufacture of Alum and the Sulphates of Alumina and Iron." 

1901. 

— “Tonerdesulfat aus Bauxite.” 

Within the last few years the industry of aluminium compounds has undergone great changes and 
developments. First of all, Iwuxlie at the present iin«e h.is almost cniircly displaced the other raw 
materials used for the manufacture of aluminium compounds. Secondly, the manufacture of alu- 
minium oxide, AUO;{t on the large scale for the manufacture of metallic aluminium, is now by far the 
most important part of the industry, and the alumina thus prepared from the hydrate must be very 
pure, The third great change is the gradual replacement of alum in the dyeing .and other industries 
by aluminium sulphate— now made possible by the manufacture of the latter in a high degree of 
purity by means of pure aluminium hydroxide. Where the aluintnium sulphate is not required of a 
high degree of purity (as in paper manufacture) the old methods are still used. 

Manufacture of Alumimum Hydroxide, AKOH)^, and Alumina, 
Al.iOg. — Bauxite is by far the most important source of aluminium compounds, 
being richer than any other mineral in alumina; it occurs in very large quantities 
in Southern France, Dalmatia, South America, Ireland, and other districts as well. 

Bauxite consists principally of hydrated alumina, AL03.2H^0, mixed with silica and iron 
hydroxide. It contains as a rule 41-70 per cent. AlgO,, i-20 per cent, FcoOj, 2-20 per cent. SiO^ 
and TiO,^, 10-20 per cent, combined water. The following gives some typical analyses of bauxite 



1. 

2. 

3 - 

4 - 

5 - 

AluO^ . - ■ 

Fe'aO; - • - 

SiOg 

TiO. - . 

I IgO" (combined) ■ 

60.9S 
2.S2 
• 17-47 

350 

14.61 

65.01 

2.14 

15.08 

3-56 

14.06 

70-38 

5-12 
} 9 00 
15-50 

6S.50 

3-44 

10. 40 

17.66 

41.08 

La 

33-2 

22.3 


1-4 are specimens of French bauxite.. 5 is a s.imple of Irish Ixiuxite. 


Two main processes for working the bauxite are in use, viz.— (i) The Dry 

Process; (a) The Wet Process. 

I, The Dry Process of working the bauxite is as follows : — The bauxite is 
ground to a fine powder, mixed with calcined soda ash, NajCO^, and heated in a 
reverberatory furnace to bright redness, carefully avoiding actual fusion. 

The amount of Ki,CO,i added varies with the kind of bauxite employed, samples rich in silica 
having added to them somewhat more sodium carbonate than those poorer in this constituent. 

From I. 2 .I .8 molecules of Na,CO] are added per molecule of AljOj, so that not only some 
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normal ahminatc,- A!(ONaSj. » ptwloced. also ">“ol> mono-alnminate, AlO.ONa. The addition 
of more soda than this favours the fusing of the mass, and the CO2, not being con-plelely expelled, 
causes decomposition of the soluble aluminale in the subsequent lixiviation processes. 

Jurisch gives the following working example : 285 kilos of a bauxite containing 60 per cent. 
AiA, 20 per cent. FCoOg, and 17 per cent. ff^O were mixed with 230 kilos Na^CO. (95 pef 
and heated four hours' when a greenish nwss weighmg362 kilos was obtained, which contained 50 
per cent, of its ALOa in a soluble form. 

There is thus obtained a dirty green mass of sodium aluminate, easily crumbling 
to a powder. This is now rapidly extracted with water, by first grinding up, then 
placing in a wooden vat provided with a stirring gear, and hot weak liquors from 
previous extractions are first poured on, finishing up with pure water, to which a 
little KOH or NaOH has been added. During the process heating is carried out 
by steam. 

The soluble sodium aluminates dissolve in water, while there remains behind in 
insoluble form all the iron (so that for this process even iron-rich bauxites can be 
used), much silica, and some alumina.^ 

The process of lixiviation must be completed as rapidly as possible (five to ten minutes), for the 
alkaline superficial layers of the liquid are decomp^ed by atmospheric CO^, deposiiing AfiOHla 
in a crystalline form as hydrargyllit. The separation of AlfOHla at this stage means a loss of 
alumina, as this would go to the insoluble residues which are filter^ off. Towards the end of the 
extraction some NaOH or KOI! is added to clear the liquid. 

The liquor rhus obtained should be clear, and contain at least 170 g. AL, 0 ,( and 182-190 g. Na./) 
in the litre. From weaker solution.^ .AfiOll)^ spontaneously separates out in a slimy condition, and 
ca;i.ses trouble in filtering. It will be noticed that this ratio corresponds roughly to i mol. Al.C^- 
1.8 mols. Na-jO, whereas Al{OKa);, require.** theoretically lAbO;, : 3Na.jO. The reason is, however, 
that much mono-aluminaie, Al(Oii);ON'a,anddialuminate, AI(6H)(ON’a),>. is present In the solution 
in addition to Al(ONa);t. This smaller percentage of Nap effects economy, in that less COh is 
required in the final precipitation of (he AI(OH|;t. 

The hot solution of sodium aluminate is rapidly sent through a filter press to 
free from any insoluble residue, and is then run clear into cylinders some 9 or 10 ft. 
high and 3 4 ft. in diameter. By means of live steam the temperature is kept at 
5 o’-6o* C, while C 0 .> (obtained from coke fires or from lime-kilns) is pumped through 
the liquid, and precipitates the alumina in a granular and easily filtrable condition. 

The liquor should have a density of 35* Be. The rcaclion is— 

2Al(ONa)3 -f 3COe = aAIfOIDa Na-CO^. 

However, some free NaOlI is present in the solution, no doubt arising from the decomposition of 
the sodium ferrite, NaFeO^, by water, thus— 

2NaFeO., -f UD = FegOj -f- 2XaOH. 

The iron present is thus rendered insoluble. No doubt, also, a simple hydrolysing action of the 
water takes place thus — 

AI(ONa}j + 3H.2O = Al(OHh + 3NaOII. 

Al(OH)„(OXa) + 11.0 = AI(6h)s ^ NaOIi. 

Another method of precipitating the A1(0H)3 is that described by Bayer’s patent 
(I).R.P., 43,977; C/iem. Zeitung^ 1888, 1893), which consists in stirring into the 
liquid crystalline AUOH)^. This causes all, or nearly all, the alumina in solution to 
separate out in a crystalline and very pure form. 

The precipitated alumina is filtered off, pressed, and washed; it then contains 
40 per cent. Al^Og, 58 per cent. HgO, 2 per cent, NaoCO^, and only traces of iron. 
By careful washing it can be further purified. 

The mother liquors from the precipitated alumina, <x)ntaining sodium carbonate and some 
caustic soda, are evaporated down and the alkali used again. 

2. The Wet Process, “A .somewhat cheaper method of procedure is the 
“wet process/’ introduced by Bayer, The finely powdered bauxite is heated 
with cone. NaOH solution (i mol. Al^Og : 1.3 mols. NaOH) under pressure in 

^ The residues, after drying at 100" C., often contain 55-56 per cent. FcoO.. 9*10 per cent. 
AlgOj, 7*8 ^r cent. SiO^, 5-6 per cent. Na^O, 3-4 per cent, COj, and i8-20 per cent. HoO. They 
are often sold to gas works for purifying gas (Lux's mass). The iron, in the proces* of calcination, 
has ^en converted into sodium ferrite, NaFeOj. This, when treated with water, yields insoluble 
FfgOj and NaOH. 
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boilers. The mono aluminate, AlO.ONa, is produced and goes into solution. The 
solution, separated from the undissolved residue, is now stirred continually, whereby 
Al(OH)g separates — A 10 . 0 Na+ Hj 0 = A 10 . 0 H + Na 0 H. The alumina is filtered 
off and washed, The liquors, containing all the NaOH, are concentrated and 
used again. 

A very large number of variations of these two methods have l«en worked or proposed. -For 
these, however, the reader should consult the following patents Pickard, D. R.P,, tS2,442, of 
oth September 1902; A. Clem, D.R.P., t8o,554, of Sth June tpos ; Hall, D.R.P., 138,219, 
of 15th Aiigtist 1900; Levi, D.R.P., 174,698, 1904; Curliu.s, D.K.P., 175,416, 1904; Griesheim* 
Klektron, D.R.P., 182,77s, I 9 °S; Kinmann, D.R.P., 201,893, ’W. 

In addition to this precipitated alumina a certain amount of “colloidal 
alumina" is used in the textile and dye industries, being prepared by decomposing 
aluminium sulphate with excess of sodium carbonate solution, the precipitate being 
thoroughly washed (see J. Bronn, /tit. Angew. Chem., 1901, 14, S51). 


Manufacture of Alumina and Aluminium Hjtdroside 
' from Cryolite 

Cryolite, AlFo^XaF, confaintng more than ItaJf Us Height of fluorine, occuYs in a great 
deposit in firecnland, eniliedded in granite nx-ks. The deposit extends under the .sea Ikccl, and is 
now mined to the extent of .some I0,000 tons a year. The hulk goes lu the United States where a 
large factory works it up info so<la, sodium alummaie, anti fluorine compounds, A similar 
factory also exists in Belgium. 

The cryolite is finely ground, Intiniaiety mixed with limestone or clialk, CaCO;., and healed 
in a reverl)eratory furnace, wlien sodium aluminate and calcium fluoride are produced thus— 

SCaCO. i AlhVsNaF = jCaF. + AI(ON.i), + 3CO,- 

The mass is now extracted with water, whereby the CuFa is left l>ehind in an insoluble form, 
the sodium aluminate, Al(Oi\a).„ going into solution. 

The solution of sotlium aluinirate is decomposed by means of COa a.s explained under Bauxite— 
2Al(ON.i|3 + jCO.^ •) 3H.p - 2 AI( 0 HU + Xa..CO:j. 

The \,T,.C();. solution is evaporated and sold for soda, while the CaF^ also finds some sale. 

lluwcver, cryolite is, in general, too dear a mineral to make the mainifacture of AL-O;. by this 
method a very profitable matter, and most of the factories in Kiirope which formerly worked 
tlii.s prkxress have now given it up. 

The principal uses of cryolite are (l) the manufacture of opaque milk glass } (2) for manufacture 
of enamels ; (3) as a flux in the manufacture of metallic aluminium. 

Geminy in /909 used about 1 ,<X 30 tons of cryolitf. 

Manufacture of alumina from aluminium nitride liy the Serpek process is fully discus.sed 
in this work, Vol. I., under Ammonia from Nitrides. 

Properties and Use of Aluminium Hydroxide, AI(OH)3, and Alumina, 

AljOg.— When moist, AHOH), is a gelatinous substance which gradually dries at 
ordinary temperature.s to a white powder, and when ignited is converted into 
alumina, AIjOj. The substance is insoluble in water, but dissolves in dilute 
NaOH, KOH, and acids. However, prolonged boiling of the hydrate in water 
makes it insoluble both in acids and alkalis. 

Aluminium hydroxide finds considerable use as a mordant in the dyeing and 
calico printing trade, s. When precipitated from solutions containing dyes, it either 
combines or occludes the dyes, and fixes them firmly in the cloth. 

Precipitated aluminium hydrate, Al(OH)„ contains no iron, and only traces of 
SiO., and Na. From this a very pure iron-free aluminium sulphate is produced by 
simply dissolving it in sulphuric acid— 2AI(OH), + 3H.,SO, = Ab(SO,)3 + 3H20. 

However, the bulk of the aluminium hydroxide thus produced is ignited, whereby 
it is converted into anhydrous alumina, .AI,0a(2Al(0H) = Al20,, + 3Hj0), which 
contain.s, on the average, 98-99 per cent. AtjOj, 0.2 per cent. Na, 0 , and less than 
0.2 per cent. SiO,j. This alumina is used on the large scale for the manufacture of 
metallic aluminium (see this work, Vol. III., “ Metals 

The present production of meUiIlic aluminium reaches 20,000 tons annually, and for this 
quantity 45,000 tons of anhydrous A 1 , 0 , are necessary. 

The anhydrous alumina used (or the manofacluit of metallic aluminium must he very pure. 
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free from iron, silica, and Na^O. By adding less than l per cent, of aluminium fluoride, AIF„ 
and strongly igniting so as to volatilise it, the Al., 0 ;, can be completely dehydrated (see German 
Patent, 165,612, of 1905). 

Fused alumina finds some application as a grinding agent, being an 
artificial corundum or emery (the basis of which is alumina). H. Ginll {Zeit. 
An^irji. Chem., 1901, 1173) fused together in an electric furnace a mixture of 
bauxite and coal, using too volts and t.ooo amperes. He thus obtained very hard 
blue crystals, utilisable (or grinding purposes. For other attempts to produce 
grinding and polishing materials, the basis of which is crystalline alumina, see the 
German Patents, 85,021, 1894; 96,317, 1895; 97,408, 1897. 

Fused alumina, produced Iry the “ thermite process,” has been put on the market 
for polishing, under the name “Corubin.” .See also the arlicle on Polishing 
and Grinding Materials, in this volume. 

Another use is its addition to porcelain or clay crucibles for rendering them 
very fire resisting (see German Patent, 96,317, 1895). A considerable amount 
of fused alumina is used as a packing material for acid towers, being introduced 
for this purpose by Oscar Guttman (see Sulphuric Acid, this work, \’ol. 1 .). 

•■knothcr curious application of alumina is the manufacture of artificial 
rubies and sapphires, which at the pre.sent time has become a considerable 
industry. This is discussed in the article on The Artificial Gem Industry, 
[). 63. These hard artificial gems are used in watches, phonographs, balances, and 
other kinds of delicate mechanism, where hard, unwearable, smooth surfaces are 
necessary. 

Manufacture of Aluminium Sulphate, AI.,(SO,).,. i 8 H, 0 .— The most 
important raw material for the manufacture of aluminium sulphate is Bauxite 
(p. 49); it is, however, also manufactured from Kaolin (china clay) and from 
Cryolite (see p. 51). 

Manufacture from Bauxite.— The bauxite (or cryolite) is calcined with 
soda ash (sodium carbonate) as described on p. 49, the product is lixiviated with 
water, and from the solution of sodium aluminate nearly pure aluminium hydroxide 
is precipitated by CO., as described on p. 50. The process adopted when cryolite 
is used as the starting product is described on p. 51. 

The filtered and washed .\l(OH).j is next mixed with sulphuric acid of 58’-66° Be. 
('33 -167' Tw.), when heat is evolved and the product dissolves to form aluminium 
sulphate, .AI.,(S0,)3.i8H.,0, thus: — 

2A1(0H). + 3II.O ^ aAy.SO,),, + 3H,0. 

After cooling, the product sets to a solid glass like mass, having a porous struc- 
ture and containing about 60 per cent. Al.,(SO,).,. 

The exact procedure (lifters in different works. .-\s a rule, however, excess of acid is avoided, 
Ihe proportion of .\l3O3 to 1 l„SO, l.eing from l : 2.8 or 2.9, against r : 3 as required for the compound 
AySO,),. Il is most important that the alumtniuni hydroxide and the sulphuric acid should lie 
almost totally free ftoni iron, as the pttscncc of only traces of iron in ihe resulting aiuminiuin 
.sulphate greatly dtitiinisbcs its value for certain technical purposes. The acliirn which lakes place 
is at first vigorous, the mixture kjaitiing and frothing up. However, as soon as the process is 
completed this foaming action immediately ceases. The liquid mass is allowed to solidify in fi.it 
pans, some 6 fl, long, 5 ft. wide, and 8 in. deep, Thtrse pans are covered with lead, anti during 
the solidifying process the mass is often kept continually stirred with wooden shovels, when it 
finally sets to a nuraher of lumps, cacli about the size of a hen’s egg. The product is then packeil 
into casks. ” 

In some works the hot Hurd irtass is run into leaden channels, anti just irefore solidification 
a numiter of parlitirms are placed at intervals down the channel, so that when the mass finally 
sets a numtier of equal-sized blocks, ahoul Ihe size of lialf a brick, are produced. 

The product thus produced is now often almost entirely iron-free. It usually 
contains a small amount of sodium sulphate, Na^SO^ (produced by the action of the 
sulphuric acid on a little unchanged sodium carbonate, etc., contained in the pre- 
cipitated aluminium hydroxide), and also a little free sulphuric acid, so that the 
product has an acid reaction. The presence of the sodium sulphate does not, a.s a 
rule, hinder in any way the technical applications of the aluminium sulphate. The 
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acid reaction cannot be destroyed by adding excess of aluminium hydroxide, as the 
excess does not dissolve. 

The properly manufactured product contains 14.3-14.5 AbOjj 33.7 per cent. SO;, ; 0.60 per cent. 
Na.>S04 ; under 0.02 per cent. Fc^O^ ; insoluble residue, o 5 per cent. ; HjO, 50-68 per cent, (sec 
(iirisch, Chem. Industrie^ 1894, 17, 92}. This product is so pure that in general it can be directly 
used instead of alum as a mordant in the dyeing and colour printing industry. In some delicate 
dyeing operations even so small an amount »f iron as o ooi per cent, exerts a deleterious effect. 
For sizing paper, O.OJ per cent, of iron is allowable. 

Where the presence of iron does not greatly affect the use of the product, some- 
limes aluminium sulphate is manufactured from bauxite by the add process. 

Here the bauxite is treated with dilute sulphuric acid of 45 ’-52^ Be. (or 90’-! 12“ 
Tw.) (stronger acid than this being less effective), ^nd the mixture is warmed by 
means of live steam until the acid is neutralised. 

The previously calcined and finely ground bauxite is run through a manhole 
into a large cast-iron boiler, lined internally with lead and .stoneware, which contains 
the requisite amount of 45''-S2“ Be. (90“-! 1 2 Tw.) sulphuric acid, heated by indirect 
steam to 9o“'ioo* C A violent action soon takes place, and the pressure inside 
the boiler sometimes rises to 4 atmos. After ten to fifteen minutes the action 
is completed, and the pre.ssure gradually sinks. By opening a valve the pressure is 
reduced to atmospheric, the manhole is opened, the pasty mass is diluted until a 
concentration of Be. is attained, and theli(jiiid mass run out into tall settling 

tanks, settled for four days, and the clear solution run off into leaden concentrating 
])ans and concentrated until 42' Be. is reached, when the liquid is run into small 
crystallising [)ans and is allowed to crystallise. The solid cakes thus obtained are 
subjected to a hydraulic pressure of 300 or more atmos. (whereby iron-containing 
mother liquors, etc., are pressed out), and the hard white cakes of aluminium sulphate 
thus obtained, containing less than 0.05 per cent, iron, are sold to paper manu- 
facturers for sizing purposes. 

The insoluble residue.^ in Ihc clearing tanks are technically nearly worthless ai present. They 
are washed wiili water .'tnd then thrown away; the arpieoii.s washings .are worked up for alum 
as described below. 

'I'he great disadvantage of the acid process is the fact that much iron is taken 
up from the bauxite, so that in general the product can only be used for sizing paper 
and similar products, where tlie pre.sencc of some iron, 0.01-0.02 j)er cent., does 
not matter. Tor dyeitig purposes, wlicre even a trace of iron, so little as 0.00 r 
per cent., often spoils the colour effect, it cannot be used, and so the alkaline 
l^rocess of manufacture before described is used for prejjaring the pure product. 

For example, one pr(x:ess (Knglish I'alenl, 5,579, i88r, Fahlberg & Semple) consists in stirring 
into the paste from the sulphuric acid a little lead pero.xide, Pl>(k.. The iron is precipitated as 
Ie4)j.Pb02. This remains behind in the insoluble residues of the settling tank. The liquors arc 
then worked up as previously descril)ed. Spence oxidises the iron wiih MnO., (Knclish Patent, 
1882). - t> 

Another successful prowess is t» precipitate the iron as Prussian Blue. The clear liquor, as 
It comes from the settling tanks, is first titrated with |)ennanganate, and the amount of ferrous iron 
m it is ex.ictly estimated. Next the theoretical amount of bleaching powder is run in in order to 
oxidise all the iron to the ferric state. The excess of chlorine must ire completely removed l>y 
blowing air through the liciuor. Next ferrocyanide is run in very carefully in the e.xact amount 
necess.'iry to precipitate all the iron present as I’lussian blue, 

, liquid is now carefully filtered under its own pressure through a filter press provided with 
H ^®ssel filter cloths, which retain most of the Prussian blue. The li^^l portions of the 

nuid, however, come through turbid, and the liquid is rendertnl perfectly clear by forcing it once 
more, but now under 4 atmos. pressure, through a filter coiupciscd of twenty or thirty porous 
plates of calcined magnesia, mounted one K’hind the other in an enamelled vessel. 

by reversing the direction of the entering liquid these plates can be washed free from the 

clogging PruMiian blue. 

^®cently the liquid has been freed from Prussian blue by sending it through centrifugal 
achines provided with very fine filtering cloths. 

y vj?* Perfectly clear liauid is now concentrated from 4a'’-52'’ Be. in leaden pans, and allowed to 
0 iciUy as above describctl. This product contains only 0.0005 i>er cent, iron oxi<le ; bad samples 
sometimes contain 0.01 ijer cent. fW. 

• p ® separated Prussian blue, after washing by boiling with water and pressing, is converted 
0 rerrocyanide by heating with alkalis, and so is used over again. 
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Manufacture of Aluminium Sulphate from China Clay 

White china day, AlA-2Si0...2H.O, when pure, contains jp.a per cent. ALjO^. 
Treated with cone. H.,Sd, the AhOj is dissolved as Al.,(SO<)p while the SiOj remains 
behind insoluble. The clay is rajuced to a fine powder and calcined, when a loss 
of weight of 20-25 P®’’ occurs, owing to loss of water. 

The calcined clay is now treated in a lead-lined wooden.vat with somewhat less 
cone, sulphuric acid (96“ Tw., 6o" Be.) than suffices to dissolve all the AI.,03. S 
vigorous action takes place, and after fifteen to twenty minutes of continual stirring, 
the mass is run into lead-lined wooden waggons with removable sides, in which the 
action continues for some time. Finally the mass solidifies, and is then reduced by 
cutting with a heavy knife to a’ coarse powder. 

This product, known as "alum cake," has the average composition : soluble 
A 1 ., 0 ,„ 12-13.5 per cent.; Fe^,, 0.10-0.25 per cent.; combined SO;,, 29-32 per 
cent. ; free SO3, 0.5-1 per cent' ; insoluble matter, 20-27 per cent, 

liy this process some 6 q per cent, of the .-VhC. originally present in the clay is converted into 
AhlSO,),. 

“White Sulphate of Alumina "is prepared from the crude "alum cake" 
by lixiviating the latter with hot water (healed by live steam) in lead-lined wooden 
tanks. .After settling, the clear fluid is decanted into lead-lined eva|X)rators and 
concentrated to a den.siiy of 112“ Tw. (52” Be.). It is then run into a series of 
shallow tiled troughs, where it .solidifies to a crystalline mass. 

This product contains 0.25 per cent. FejO,, and 14 per cent. AIjO;,, and is 
largely used for sizing [laiter (see Martin’s “industrial Chemistry. Organic”). 

In this process, of 35 per cent. AU). of the clay no less than 15 j)er cent, remains l>eliind in the 
residue 0/ SIO2. 

Properties of Aluminium Sulphate.— I'he substance is variously given the 
formula Al.,(SO,);,, i 8 H„ 0 , and AI.,(SO,)3.2oH.,0. It crystallises in white, pearly 
tablets, and' is very soluble in water. On heating it melts in its water of crystallis,!- 
tion, and then swells up, the anhydrous salt only slowly dissolving again in water. 
-At a red heat it is decomposed into Al., 0 ;,. 

The following figures give the weight of salt which dissolves in too parts 


, Tcmperalure - • , 

i 

! 0- 

1 

10° 

20'’ 

SO" 

ICO 

Cryslallisetl salt • 

1 

: 86.8 : 

9S.8 

JO 7.3 

201.4 

1 132.0 

; Anliydruus salt 

; 1 

33-5 

36.1 

52.1 

^.I 


The following table gives the specific gravities of solutions of aluminium 
sulithate of various strengths : — 


Percent. 

Al(SO,V 

Sp. Gr, 

Per cent. ’ 
AUS04>3. 

Sp. Gr. 1 

i 

Per cent. 

Sp. Gr. 

I - ■ ' 

1,017 

10 

! 

t.107 ! 

19 

1. 197 

2 - • 

1.027 

11 

1.117 

20 

1.207 

3 ■ • 

‘•037 

12 

1. 127 

21 

1.217 

4 

1,047 

■3 • • 

i-'sr 

22 

1.227 

.5 

1.057 

; 14 • 

I.I47 

23 

1.237 

6 - - 

1.067 

, 15 - . 

1.157 

24 

1.247 

7 • ' : 

1.077 

j 16 • 

1.167 

25 - • 

1.257 

8 - - i 

1.087 

! >7 ' • 

1-177 


9 * • i 

1 

1.097 

18 - • 

1.188 


! 


The substance is insoluble in absolute alcohol and free H.3SOJ, etc., and can be 
removed by precipitating the substance from aqueous solution with much alcohol. 
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Alum, K.2S04.Al2(S04).2.24H20.— The most important raw material for the 
manufacture of alum is Bauxite ; of lesser importance is Aluuite (alumstone) 
and Kaolin. .Some alum and aluminium sulphate is also produced from Kryolite. 
The manufacture from black bituminous, aluminiferous shale has now, to a large 
extent, been given up, 

Alunite, Alumstone, is the oldest known raw material for the manufacture of 
alum and other aluminium compounds. It is a ba.sic potassium aluminium sulphate, 
of formula K(A10)3(S04)j.3H20, and is a volcanic product, being produced by the 
combined action of SO, and steam on lava. 

It occurs in China {where an “alum mountain, 1,900 ft. high, with a circumference at the base 
of to miles,” is said to occur) (see “ U.S. Cons, Report,” 1903), Hungary, Greece, and Italy. 

The best known source is at Civita Vecchia, in Italy. This has been known and worked for 
centuries, and is still worked at the present time for producing “ Roman aluni.” 

The native alunite cannot be directly extracted with water, because it consists 
of a basic alum insoluble in water. It must first be heated to a high temperature, 
when it loses its hydrated water, crumbles, and becomes soluble in water. 

The method of procedure is as follows : — The alunite is first calcined at 600”, 
and then broken up and exposed to the action of the atmosphere. Next, the 
mineral is extracted with water, whereby alum, K.,SO, Al,,(S0Jj.24H20, passes into 
solution, while unchanged clay, alumina, iron oxide, etc., remain behind. 

On concentrating the solution the alum crystallises out in cubes. This alum, 
being almost entirely free from iron, was at one lime a valuable product. 

The modern method of working alunite for alum is to treat the calcined and 
finely powdered mineral with sulphuric acid and allow the solution thus obtained 
to crystallise. 

There first crystallises out alum, K.,S04.A1.,(S0,);,.24H,,0, and the mother liquors 
from this, when further concentrated, yield a crystallised mass of aluminium 
sulphate, Al2(S04)j|.i8H20, which i.s much more soluble and much more difficult 
to obtain pure than alum. 

Manufacture of Alum from Bauxite or Kaolin.— Aluminium sulphate 
solution is first prepared by treating the bauxite or kaolin with sulphuric acid 
according to the acid process described on pp. 52-53. 

To the concentrated hot solution of aluminium sulphate there is now added 
potassium sulphate, and the liquid is vigorously stirred. On cooling, the moderately 
soluble potassium alum separates as a fine crystalline mass 

K.jSO, + AySO,), I 24II-.0 = K.,SO,..\l.,(SOPs24lTO. 

The formation of large crystals is avokled liy .stirring during the precipitation. Large crystals 
enclose mother liquor, and so their forraatiun is avoided. 

Sometimes instead of potassium sulphate the cheaper potassium clilotidc is used, when the 
following action takes place ; — 

4AySO.h -f 6KCI = 3AyS0,).,.K..,S04 + aAlCf,. 

The aluminium chloride remains in solution, and so is lost for the formation of alum. 

The alum crystals are separated from the greenish-coloured iron-containing 
mother liquors, and are well washed with water and again dissolved in hot water 
and crystallised therefrom, after first making a solution of sp. gr. 1.5 

On account of its moderate solubility in cold water alum can be easily prepared 
almost quite iron-free, and so is used for purposes where the absence of iron is 
necessary. 

Properties of Potassium Alum, KjSO^AblSO^VaqHjO.— The body is 
only moderately soluble in cold water: 100 parts of water dissolve 
Temperature : — 

0“ C. 10” 20* 30° 40' so* fio” 70” 80“ 90“ 100“ 

K2SO4. Al{SO,)a.24HgO dissolved : — 

3-9 9.5 15,1 22.0 31.0 44.1 66.6 90.7 124.5 209.3 357.5 
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The specific gravity of the aqueous solution at 17.5" C. is 

Per cent, alum ... 4 S 12 13 

Specific gravity - - - 1.0205 1 . 04*5 *. 0^35 1.0690 

The aqueous solution is acid in reaction, dissolving iron and zinc with evolution 
of hydrogen. It boils at 1 1 1.9“ C, is insoluble in alcohol ; heated, it melts in its 
water of crystallisation at 92.5° C. ; ignited, it loses its water of crystallisation and 
also sulphuric acid, and goes into “burnt alum.” 

The ordinary alum crystallises in octahedra, but in a neutral solution (to which 
alkali carbonate, lime, caustic potash, or soda has been added) the substance 
crystallises out below 45' in cubes. Exposed to the air, alum loses part of its water 
of crystallisation. 

In the technical application of alum the chemically acti%'e part is simply the aluminium sulphate, 
Al2(S04)3, and so within recent years the manufacture of aluminium sulphate, AL(S04)3. i8f [.^O, ha.s 
taken place on an increasing scale. 

Were it possible to obtain aluminium sulphate as pure as alum, there is little doubt (hat alum 
would be completely displaced by it. 

However, aluminium sulphate is very olithle in water (soluble in its own weight of water) and 
crystallises with difficulty, and is difficult to free from iron and free H2SO4, consequently for all 
purposes where a pure salt is necessary alum is superior to aluminium sulph.ite. 

Aramonium alum, (NHj)._,S04.AIo(S04);(.24H._>0, is prepared in a manner 
precisely similar to potassium alum, merely by adding ammonium sulphate to a 
solution of aluminium sulphate. 

Since ammonium alum is only very slightly more soluble in water than potassium 
alum, it can also, like this latter, be easily prepared in a pure state by crystallisation. 

100 parts of water dissolve: — 


Temperature • 
Ammonium^ _ 
alum /* 


0* 

5-2 


10* 

9-1 


20* 

30’ 

40' 

50’ 

60’ 

7o‘ 

80° 

iS .6 

'9-3 

27-3 

36 -S 

5>*3 

72.0 

103 


Ignited it leaves a residue of pure alumina, Al .O^. 

The crystals frequently have an amethyst tint (possibly due to traces of iro.) 
and chromium), although containing less than 0.001 per cent, of iron. 

Since the intrrxluciion of cheap potassium chloride from Slassfurl, amnvjnium alum is no 
longer manufactured to the same extent in England as it was formerly. 

Sodium alum, N'ajS04.Al2{S04)3.24H20, is also prepared on a large .scale. It is more soluble 
in water than potassium alum, and i.s also cheaper. It is, however, more difficult to prepare 
pure than either potassium or ammonium alum, on account of its great solubility, 100 parts of 
water dissolving 51 parts sodium alum at ifi* C. Two other alums, which are prepared on a 
arge scale, arc potassium chrome alum, K2S0,.Cr.f.S0j3.24ll20, and ammonium iron alum, 
(NHdsFe.^lSO*);.. 241120. 


Some other Salts of Alumina 

Alumioiiim aceUte, prepaied in a<|ueou5 solution liy irtating aluminium sulphate (or alum) 
,“«‘?l'yPbAc,+ AySO,),= PI, SO.xaAIAc,). or by dissolving precipitated 
alumin um hydrojide, Al(OII),, in acetic acid, finds fairly extensive use as a mordant in dyeini; 
and colour printing on cloth. ^ ^ 

lecbnically by dissolving precipitated aluminium 
Organic q “"•w'sn'K wwl (see Martin’s “ Industrial Chemistry ; 

dewihid AI(ONa)„ is sometimes obtained from lauxiteor cryolite, tut above 

iwa heating with soda or caustic soda, extracting with water, and con- 

y alraosphenc COj (or even on long standing by water), civinir a oreciDitate of AWOIfl. 

a"moTT-"l* ■’‘‘""a “! «>]aLl,s. 

It i alM somt^L usld “ doth printing, and in the preparation of certain paints, 

alum) foWdS rial of aluminium soap, (substitute for 

candle manufacture.^ ^ s™'*" stony coraposilions, and for saponifying fats in 

Alumina.— Both alum and aluminium sulphate 
find extensive use as mordante for cotton and wool. The salts used for this pur- 
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pose must be almost iron-free-o.oi-o.ooi per cent, of iron often rendering these 
products useless for such dyes as alizarin. This high degree of purity was, until 
recently, only attainable with alum, since aluminium sulphate is very difficult to 
crystallise and purify from the iron-containing mother liquors. A still greater 
quantity of alum (and still more aluminium sulphate) is used for sizine oaoer 
(see Mart.n’s;indusHal Chemistry : Organic ”). a mixture of re!ffi sofp^^sm 
partly dissolved in NaOH), starch, and aluminium sulphate being added to the 
paper pulp and so forms an adherent precipitate of aluminium rosenate, which 
causes the fibres to adhere together and prevents ink sinking into the paper 

Aluminium salts also find extensive use in making cloth wateroroof the 
method being explained in Martin’s “Industrial CheLstry: Organi^’ Wood 
15 made fireproof by impregnating with aluminium sulphate. 

Aluminium soaps (made by treating ordinary soaps with aluminium acetate 
or sulphate) find a variety of uses, one of whidi is the cementing together of sand- 
stone to form solid blocks. The aluminium soap is sometimes sold for this purpose 
under the name “lestalin. ^ ^ ^ 

aluminium sulphate are used in tanning leather (see 
Marttn S Industrial Chemistry 1 Organic ’’). Another use of aluminium sulphate 
IS the clearage of sewage water. Water is treated with this substance, together with 
hme-water, when a gelatinous precipitate of aluminium hydroxide brings down 

lnoVni^”vTr)''‘^‘'‘^ Matin’s “Industrial Chemistry: 
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The zeolites are a large class of naturally occurring hydrated aluminium silicates 
containing alkali or alkaline earth metals.- A few of the more important are ; — 

Natrolite - - Na,0.AC0;;.3Si0.2.‘dIij0. 

Analcite - - - Na.,0.AI.,03.4Si0.H2H.,0. 

Chabaiite - - CiaAi..03.4Si0...6H„0. 

Stilbite - - CaO,AU),,asKV6U.;o. 

They play an important part in soils, by retaining in a readily soluble form the 
alkalis set free on the weathering of felspr. They can be artificially synthesised, 
and within the last few years they have become of considerable industrial im- 
portance owing to R. Gans’ discoveries that they contain alkali or alkaline earth 
metals which, when brought into contact with various solutions of metallic salts, are 
interchanged for the metal from the salt solution, the alkali or alkaline earth metal 
in the zeolite itself going into solution in the salt. 

The name given to the artificially made zeolite is “ Permutite,” of which many 
different varieties exist, according to the nature of the bases employed in their 
manufacture. 

Manufacture.— The permutiles are made by igniting together china clay 
(aluminium silicates) and (sometimes) quartz or sand with the alkali carbonates, 
fhe melt is extracted with water, and the residual permutite is left as a granular 
mass. This must be porous if a high degree of reactivity is necessary— a condition 
which is attained by the presence of potassium as one of the bases. 

K. tjans, in his D.K, Patent, 174, 097, of i2(hjan. 1905, manufactures zeolites by allowing. an 
alkali aluminate, free from unconibined alkali, to act on hydrated silicic acid. Heat is employwl to 
complete tlie union, and then calcium chloride, CaClu, solution is added. The alkali is thereby ex- 
clianged for the calcium. The zeolites made by this process have the formulie of the natural zeolites. 

, UO. .\ljO,e6Si02 + 6 H, 0 , or CaO. AI.3a34Si02 + 8 H, 0 . 

J, 1 ). Riedel, in his D.K. Patent, 186,630, of 24lh Keb, 1906, manufactures zeolites by fusing 
ogether 3 parts of kaolin, 6 oarls of quartz, and tz parts of sodium carbonate. Excess of alkali 
must be ciiefully avoided, there results AIjO,+ roNip + loSiOj. 

In his later patent, D.R.P., 200,9.31, of mb Oct. 1907, Riedel replaces the sodium carbonate 
y a. mixture of the i^eapcr s^ium sulpliate and coal. On extracting with water a crystalline 
alummo-siliaie pajse, into solulion. 
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In general, the greater the percentage of sodium or potassium present in the 
molecule, the greater is their capacity of interchanging their bases. According to 
Cans, in general to every i molecule Al.,Oj present, we must have present t molecule 
Na.,0 or K^O. The chemical formula of a typical zeolite is given by Cans as 
Ai;0,,.Na,0.2SiO, + 6H,0. 

These .irtificial aluminium silicates possess properties only found to a very minute degree in 
similar natural silicates. This ^leculiar l^haviour lea Dr Cans to the conclusion that in the artiheial 
product the sodium or fiotassium are joined to the silicon through the medium of aluminium, while 
in the natural silicates the base was attached in the usual way, the atoms of hydrogen being replaced 
by the metals. The graphic formula of a simple artificial aluminium silicate of empirical formula, 
N.% 0 . Ala 0 y. 2 SiC\.. 6 H;> 0 , would then lie as follows: — 




Sif 


,.OH 

ONa 


I ONa.jlLO 

I /0-Al<^ 

(V ^01 1 


Si=(OH)., 


A sodium zeolite is now made on a large scale, and put on the market under 
the name of “Sodium Permutite.'’ It is used either as such, or is converted into 
other pierniutites containing basic components other than sodium, and the uses to 
which it has been technically subjected are as follows : — 

(II The remorat of caldum and imgaesiam salts from water.— if ii is liesiml to 
remove CaCL from water, the water is sent through a granular layer of sociiuiii permutite some 
6o*ioo cm. high, when a calcium permutite is formetl, and sodium chloride paases in solution, thus— 

N’aq.AliOj-zSiO., f CaCl. = CaO.AlA-zSiOs + zNaCI. 

■Sodium permutite. Calcium iwrmuiiie. 

In order to regenerate the sodium permulhe when exhausted, a concentrated NaCl solution is 
led through the layer of permutite. when the calcium permutite formed is liecomposed according to 
the equation 

CaO.AI-A 2 aVaa = iVa..0.Al0:,.2Si02 + CaCL 

CaJetum permutite. .*^ium permiicite. 

Thus calcium, magnesium, and .similar salts can be easily reniovetl from water, the calcium or 
magnesium replacing the sodium of the permutite, and sodium .salts being formed in solution, and 
the process has already attained considerable technical impr^rtance as a water-softening pri>ccs.s 
(see this work, Vol. I., under Water). .See also K. Cans' Chern. /.tHfr., 19075 Llihiig and 
Becker, Chem. Zenir., 1908, 532. 

(2) Removal of sodium and potassium salts from water— For this purpose the water 
sent through a calcium permutite. £■$■, if it i.s desirefl to free water from Xa..Cf);j, the water is 
nllered through calcium permutite, when the following change takes place 

CaO.Al.p.,.2SiO,_. + Na-^COj = Na..O.ALC^.2SiO., t- CaCO;.. 

In the .sugar industry Harms and Kiimpler have used a similar process for clearing the juice and 
ssithdrawing |x)lassium for sodium in the salt.s corrtained therein, thereby attaining a belter taste in 
the molasses. 

The calcium permutite of (»ans removes from the sugar, syrup, and molasses not only the 
greater part d the potash, but also much sodium, by exchanging these base.s for lime. The hoi 
molas^ can be filtered without dilution with water, so that roconcenlratlon is avoidetl. In order 
tu exchange the potash for an equivalent of sodium, the molasses is .sent through a sodium permutite, 
uhen the pot^sium permutite i.s former), while the sodium lakes its place m solution. Molasses 
containing only ^dium are slated to k much ktter than tho.se which contain either potassium or 
lime. See Siedler, he dt. ^ 


(3) Removal of niMganese and iron from water. — For the removal of manganese a 
manganese permutite is first made from calcium permutite and niangane.se chloride, thus 

CaaAlA*2SK>2 + MnClg Mn<^AU),.2SiO,, + CaCL 
taicium permutite. Manganese Manganese petmuiiie. Calcium 
cWonde. chloride. 

'"’‘I’®*"'®' manganese permutite is converted into the heptoxide by 

treating with calcium or potaasium permanganate : ^ 

MnO.AIjOj.aSiO, + Ca(.MnOJ, - CaO.AlA.aSiO, I MnO.MnA- 
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The MnO.MnaO, is precipitated on and in the xeotith particles, and exercises an oxidising 
action on the lower oxides of manganese contained in the water, being itself reduced to lower stages 
of oxidation. Owing to this oxidising action the manganese contents of the water is completely 
precipitated as MnOy. For example, if the manganese is present in water as a bicarbonate, 
MnfHCOala* we get the following action taking place 

2Mn(HC()a)2 + MfigO, + CaO. AlaOa-iSiO^^SMnOi + -f 2CO;, -f CaO. Al„ 0 ... 2SiO,^. 

As soon as the manganese heptoxide has lost all its available oxygen its power of removing 
mangahese from water is exhausted. This may be regenerated merely by retreating the permutite 
with calcium or potassium permanganate- The manganese mud formed which remains on the filter 
increases its efficiency. 

Use is made of their reactions In sterilising water. First of all, the germs are killed by adding 
to the water some calcium or potassium permanganate. Next, the sterilised water is filtered through 
a manganese permutite, whereby all the permanganate and other manganese salts are removed. See 
this work, Vol. I., under Water. 

The complfte removal of iron from water is similarly effected by means of a manganese 
permutite. The iron is removed completely from the water, and this matter of de-ironising water is 
the most complete and efficient yet introduced into industry. 

The action in removing the iron is prol)ably catalytic. Under the influence of the manganese 
heptoxide and monoxide on the surface of the xeoHie, the oxygen in the water oxidises the iron 
cotJipletely and quantitatively. It is thrown down and retained as oxide by tlie zeolite. 

(4} Removal of free atlcali from water. — The permutiies possess the capacity of absorbing 
free alkalis from aqueous .solution. By treating tlte zeolite with weak acids the aljsorbed alkali can 
be given up once more. 

{5) Preparation of salts of different bases by exchange.— It is possible to extract a 
salt out of a dilute .solution by filtering through a suitable permutite, and next, by suitable treatment, 
obtain it again in a coiicentmted form. For example, by passing a solution of potassium chlorate 
or perchlorate through an ammonium |)ermuliie, we get formed ammonium chlorate or ammonium 
perchlorate. Hy filtering ammonium carlwnale through potassium permutite, potassium carix)nate 
is obtained, and so on. 

The use of this in recovering valuable .salts escaping in waste liquors from factories as by- 
products will be oUious. It is possible that this process may have .some value in quantitatively 
determining the amount of calcium, etc., in very dilute solutions. 

(6) Precipitation of gold from soIution.>-'i'he .sodium base of sodium permutite is exchanged 
for ferrous or stannous oxide, and the gold-containing solution is filtered through ir. 

Gold from even extremely dilute .solutions is precipitated in the zeolitic mass as purple of 
Cassius. 

The manufacture and use of artificial zeolites (permutites) are protected by the 
patents of the firm of J. I). Riedel, A.G., Berlin. 
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The following table shows the composition of the princijtal precious stones 


Element 


Oxides • 


Albuminates • 


Silicates 


Species. 


Diamond 

Corundum 

Quartz • 

j Spinel ■ 

I Chrysoberyl 

Beryl - 
Garnet • 

Olivene 
Sphene* 
Spc^umene 
Toj»z • 
Tourmaline 
^Zircon • 

Turquoise 
Pearl - 
Opal • 


Variety. 


{ Ruby 
Sapphire - 
Oriental ame- 
thyst, etc. 

( Rock crystal 
I Cairngorm 
I, Amethyst • 

Baias ruby, etc. 
I Alexandrite 
\ Cymophane 
f Emerald * 

\ Aquamarine 
{ Pyrope 
) Hessoniie- 
1 Almandine 
V Demantoid, etc, 
(Peridot) - 

(Kunziie) • 


f Hyacinth * • 1 
Uafgoon • ./ 


Composition. 


Carbon. 

AI..O.. 

SiO,v 

Magnesium aluminate, MgAlaO^. 
Beryllium aluminate. 

Beryllium aluminium silicate. 

Magnesium aluminium silicate. 
Calcium ,, ,, 

Iron „ ,, 

Calcium iron silicate. 

Magnesium iron silicate. 

Calcium titanium „ 

Lithium aluminium silicate. 
Aluminium hydroxy-fluo-silicat^ 
Alkali-calcium aluminium silicate. 
Zirconium silicate. 

Hydrated aluminium phosphate. 
Calcium carbonate. 

Hydrated silica. 
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Corundum and spinel are the main gem stones which have been produced 
artificially of a size and quality suitable for jewellery. Moissan has produced 
microscopic diamonds (see Moissan, “The Electric Furnace,” 1904), but valueless 
as gems, 

Artificial turquoises have been made for thirty years from aluminium 
phosphate containing water and a trace of copper to give a blue colour to the 
product. 


“ Reconstituted rubies ” consist of splinters of rubies cemented together 
by a lead containing flux. 



Genuine rubies, under the name “ rubis 
sclentifiques,” were made by Fremy in 1891, 
by heating to 1,500^ in a porous crucible a 
mixture of pure precipitated ALO;j, w'ith a little 
BaF.> (or CaF.^), K.,CO;^, and' 2-5 per cent, 
potassium bichromate. 'I'he moist gases of the 
furnace caused the liberation of HF, and this, 
combined with water vapour, caused the crystal- 
lisation of the alumina into small rubies. How 
ever, in 1902, A. Verneuil, of Paris, made his 
“rubis synthetiques,” which have since attained 
considerable importance, his factory producing 
annually some 5,000,000 carats of precious stones 
(1,000 kg.). The main process is briefly this 

Pure iron-free ammonium alum, 

(NH,).>S(>4. ALSO, .24110, 
is mixed wiih a link chrome alum, 

(NH,):.SO,.(:r.,(S(),);, 24 )U), 
and (he whole precipitated in warnt aqueous solution ly 
means of ammonia. A mixture of A 1 ( 0 [I)., andCrtOili;. 
(2^ |)er cent. CM);, gives the best colour) is thus ob- 
tained. 

The product is dried in the air, dehydrated at a 
bright red heat, and then the fine powder thus obtained 
is fused into a coherent mass in a special vertically 
placed reducing blowpipe flame, the flame playing down- 
wards (see Fig. i). Into this flame, from a receptacle 
A, the fine powder is allowed to steadily fall in a stream 
from a platinum sieve situated in a widening of the 
oxygen lul)e. A steady automatic shaking of this sieve 
by niean.s of a tapping hammer, worked by an electro- 
magnet, ensures llxat a steady rain of powder falls daw n- 
wards continuously into the flame, and cools as a little 
cone of fused pure alumina just below the flame. Kir''t 
of all a little r<^ of fused alumina is formed, which later 


Ftc. I. — Vemeuil’s Blow’pipe for assumes the form of a drop, and finally acquires the form 
Artificial Rubies and Sapphires. of an inverted bottle. The drop must finally be cautiously 
cooled (otherwise it may crack), and is then ground 
down. It is stated that it is by no means unusual to form true artificial rubies of some S't’ ^ 
carats (lo g.) which, after cutting, form I2 carat r\^ies of a fine red colour. The uncut stones 
have a value under one shilling a carat. The spTgr. (3.98-4.0), hardness, optical properties, 
etc., agree with the natural rubies. 


Omission of the chromium leads to the formation of “white sapphires,” 
consisting of pure alumina, Aip^. 

Other stones are also made of various colours and qualities, yellow like topaz, 
violet, amethyst, and also blue like sapphire. Since the blue colour of the sapphi*^® 
is destroyed by intense heat, the colouring is artificially imparted to these stones 
by adding a little cobalt salt in the pr^ence of lime or magnesium (otherwise 
the cobalt is not dissolved by the alumina), when a blUC spincl (MgAUO^) 
formed. 
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True blue sapphires are made by Verneuil by adding 0.5 per cent, titanium 
dioxide, TiOg, and 1.5 per cent, magnetic oxide of iron, FcgOj; analysis of the 
resulting sapphire gave AI^Oj, 99.84 per cent.jTiO^, 0.11-0.13 percent.; FcjOj, 
tme\ sp. gr. 3.977-4.01. 

Most of the other precious stones are either very costly to produce, or else do not possess 
sufficient value for Iheir artificial production, ^he Japanese produce a kind of artificial pearl by 
introducing a mother-of-pearl shape between the shell and mantle of the oyster. The oyster deposits 
in time a layer of nacre over this. The mas®, after removal, is backed with mother-of-pearl. A 
real artificial pearl or opal has not yet been m&de. Imitation diamonds, etc., arc made from 
highly refractive lead or other class, called “ paste,” or “slrass.” (See this Vol., under Glass.) 


VOL. 
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ALUMINO-THERMICS: “THERMIT” 
AND ITS APPLICATIONS 
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HISTORICAL AND THKORETICAL 

If one examines a table of the heats of combustion of the elements, in which the 
figures given refer in each case to the same weight of oxygen, it will be found that 
aluminium stands almost highest. It is evident, therefore, that it ought to be 
possible to obtain a reduction of the o.xidcs of most other elements by means of 
aluminium. 

Early experiments in tins field, however, proved very unsalisfactory. The brothers Tissler, who 
alleniptcd the preparation of mangane.'.e in this way, did not succeed in getting any reaction, 
probably becau.se they did not heat their ingredients to a sufficiently high temperature. Other experi- 
uienters found that the reaction between aluminium and metallic oxides look place with explosive 
violence. L. Frank and others have succeeded in reducing various oxides and other CQmpounds 
by beating them with aluminium in the ordinary way ; but it is to a discovery made by Dr Hans 
Goldschmidt that all the technological developments of the subject are due. 

Goldschmidt required, for the purposes of another experiment, a quantity of pure aluminium 
■iulphide, and after some unsuccessful altempls to prepare this by other methods, atlcmpled the 
reduction of galena (lead sulphide) hy means of aluminium. The ingredients in coarse powder 
were intimately mixed together ami healed in a furnace. A violent reaction took place, with the 
generation of sufficient heat to render the whole contents of the crucible fluid, and by using a w eight 
of aluminium slightly in excess of that given by the equation, 

SPbS + 2AI = AI2S3 I 3 EI>. 

aluminium sulphide of a very high degree of purity was obtained. The excess of aluminium settled 
out as a button from the mass of lead (which, owing to Us density, sank to the bottom of the 
crucible), and removed from it various metallic impurities silver). 


■ L thanks are due to Messrs Thermit Ltd. for their kindness in supplying me 

details concerning the various technolc^ical applications of “thermic” reactions, and for 
^Ppurtunity to examine their apparatus and methods. 
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Goldschmidt was thus led to experiment on oxides ; and these experiments 
and those of other investigators show (r) that the reaction between aluminium 
and metallic oxides will not take place until a certain critical temperature is 
reached— about 1,0^0" C. in the case of chromic oxide; and {2) that the reaction 
once started generates sufficient energy to heat the mixture to a temperature (nearly 
3,oco° C. in the case of ferric oxide) far above this critical temperature. It follow.s, 
therefore, that if the reaction can be once started at any point in the mixture, it 
will spread throughout the whole mass. The case is quite analogous to that of a ball 
balanced at the top of a hill, which may serve to illustrate the principle involved. 
Nothing happens so long as sufficient energy to overcome the friction between the 
surface of the ball and the ground at the top of the hill is not forthcoming ; but if 
this friction is once overcome, the ball will commence to roll down the hill, and 
will continue until its journey is completed at the bottom. Goldschmidt sue. 
ceeded in producing reactions in the case of mixtures of aluminium and metallic 
oxides by means of a fuse of aluminium and barium peroxide (which can be ignited 
by a flaming vesta), or in some cases by means of a burning strip of magnesium 
ribbon. The reaction can very easily be carried out. All that is necessary is to 
make an intimate mixture of aluminium and the oxide, both in powder, in a fire- 
clay crucible, which may be stood inside another crucible to avoid overflowing of 
the contents in case the first crucible should crack. The reaction is then started 
by a fuse as described above. It rapidly spreads throughout the mass, the whole 
contents of the crucible becoming liquid, and the metal sinking to the bottom. 

In some cases, by using a weight of metallic oxide slightly in excess of the 
theoretical, metals of a very high degree of purity, free from carbon, may be 
obtained. Goldschmidt succeeded in producing reactions with oxides of the 
following metals: — Chromium, manganese, iron, copper, titanium, tungsten, 
molybdenum, nickel, cobalt, zirconium, vanadium, niobium, tantallum, cerium, 
thorium, barium, calcium, sodium, potassium, lead, and tin— but the pure metal 
was not obtained in every case. In some cases, however, such as that of titanic 
oxide, in which the product is not the pure metal, it is sufficiently pure to serve 
for the preparation of the chloride. Moreover, by using mixtures of metallic oxides, 
alloys of desired composition can be obtained. 

The reaction in the case of ferric oxide is reprc.sented by the following 
equation : — 

Fe/Jj + 2AI = .-VUy, + aFe. 

A mixture of ferric oxide (or other oxide of iron) with aluminium, in the right 
proportion, has very many technological use.s, as will appear hereafter, and has been 
given the registered name of “thermit.’’ Reactions similar to those between 
aluminium and ferric oxide are classed as “thermic " reactions. 

The reaciion between aluminium and calcium oxide {lime) has been s|)ecially studied by Weston 
and Ellis.* It only occurs when the ingredients arc heated in a furnace, and is then by no nie.ms 
complete. It seems, therefore, to differ from the reactions f>elween aluminium and other metallic 
oxides in being endothermic, and the authors conclude that calcium has greater affinity than 
aluminium for oxygen. They found that magnesia (magnesium oxide) was quite unatlacked by 
aluminium. With alumina itself, aluminium yields a blackish-grey product, probably containing 
a suljoxidc. 

Aluminium will react with certain non>metailic oxides, tioron trioxide and silica.* In tk 
former ca.se the product of the reaction contains aluminium boride and aluminium nitride (ik 
nitrogen coming from the air) as well as alumina and free boron. In the latter case imjiure silicon 
is obtained as a crystalline body containing aluminium. Aluminium will also react with charcu.il ; 
in this reaction the air S€em.s to play an important part, the product containing aluminium oxide 
and nitride, as well a.5 aluminium carlnde (AI^Cj), Ic^elber witn unchanged aluminium and carhuri/ 

Aluminium readily reacts with many metallic sulphides. In the reaction with lead sulphide 


^ F. E. Weston and H. R. Ellis; “The Heats of Combustion of Aluminium, Calcium, 
MaCTesium,” Transaciions of the Faraday Society^ Vol. IV., 1908, pp. 130 tt $eg. 

F. E. Weston and H. R. Ellis: “Note on the Action of Aluminium Powder on Silica and 
Boric Anhydride,” Tramactiom of ike Faraday Society^ Vol. III., 1907, pp. 170 tt seq. 

* F. E. Weston and H. R. Ellis: “The Interaction of Atuffiiaium Powder and Carbon,' 
Traiuadions of the Faraday Society^ Vol. IV., 1908, pp. 60 ti seq. 



"THERMIT" AND ITS APPLICATIONS 69 

already mentioned, if finely powdered aluminium is used, sufficient lie,.t , j . 

volatilise the lead and pro/uce explosion. Goldschmidt at thr ime r.Mhe , J generated to 
discovery, had also succeeded in reducing sulphides of the folldwine metals hv 
-iron, cohalt, nickel, nitdyhdennm and rinc loimwing metals by means of alumintum 

bein^mt'^^lern't^n th^sr^it^Zr^^I" -'P-ates 

L first reaction, and employing this reaction to^^Sia"e X second " " 

Simtiar reactions in which bodies other than aluminium are ^ployed arc also known For 
instance, r. M. Perkio ha.s found that a mixture of calcium hvflrirtp (PoT^t \ .smI -i 

ill ihe proportion of two molecules of the latter lo one of the former cm t 
production of copper, lime, and ^leam, the Cp:LrV hot^r hein^ 
whole of the copper produced. A mixture of anlTmony sulphide with cafeium htdr de is ato v^v 
easy to igmte, the mixture swelling up as the reacilon nyunue is also \ery 

which mercury thiocyanate (Pharaoh’s serpents) behaves wlien ignited.’ f«enrbling that in 

Goldschmidt has succeeded in bringing about the reduction of metallic 
oxides, etc., by means of metallic calcium. He has found that whilst this S 

n r '''^1 r'""‘ ™etal is produced because 

of the limited fusibility of the calcium oxide formed. He has found, further that 
w’hereas negative results are obtained if silicon is substituted for calci 1 m a ir x ure 

ifaglSiutsihSaTeV'-'” giving a fusibb 

with^lhe^evifuSf hydrogen “‘hermically ” 


preparation of metals and 

ALLOYS BY THE “GOLDSCHMIDT RE.ACTION" 

of a fuse preferably heated before starting the reaction, which is done by means 

"•ill be found arthe^oriom of '•“'"‘n" ™ "’’“y 

advantrurnf rhJ rr, i J '^“rried out. One great 

thecase°of /h!n products can be obtained free from carbon.^ In 

poor yields whiLMhe* hich'''"®d'’'^**^’ " rather 

find thauh; vie 1 can ^ act e.xplosiveiy. Goldschmidt ind Weil 

if the Inwpr 1 ^ improved, without the reaction becoming exolosive 

The foLwfern"' ^ amount of the^gVe^liS 

method, and onfhJmXt ^ i!rese™f ** manufactured by this 

(A) Metals. 

™si«'!™ra“smcuI''Tu?hri?^^^^ about 98.99 pur cent.; the impurities 

alloying easily with liquid steel It ii ° n' 'fi"' °f platinum, but 

““"at, maiily cru £ le \or tie chromium 

“nlnance manufacture ^ high-speed tool steel. It is tiso used in 


pp. Way 

“pon MeWlfc'oridefsiinhM«' ''*^‘allic Calcium and Calcium Hydride 

‘ Enlluh y®*- 

present writer’s article on 
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(2) Molybdenum.— “Thermic” molybdenum has a purity of about 98-9^ per cent., the 
impurities being similar to those in the case of chromium. It is used for rendering steel specially 
hard, and thus finds an application in the manufacture of tool steels. In this property it is said to 
be preferable to tungsten. “Thermic” molybdenum, being in fused lumps, does not oxidise in the 
air like the ordinary powdered variety. 

(3) Mangfanese.— “Thermic” manganese has a purity of 96-97 per cent. The chief impurities 
are iron and silicon. It is very brittle, and fuses at a lower temperature (circa 1,227“ C.) than 
chromium. It is vised in the manufecture of very hard steel (12-I4 per cent. Mn), which may be 
subjected to considerable strain, and also to alloy with other metals and alloys. It may be added 
in any amount to zinc-copper alloys, whose strength and other properties are thereby improved. Ii 
may, to about 2 per cent., be added to nickel castings to act as a deoxidising agent, whereby the 
density is increased, for which purpose its use does not occasion the deleterious effects sometimes pro- 
duced by magnesium. A very small proportion ofmanganese is found to improve the colour of German 
silver, and is used with advantage as a deoxidi.sing agent in the case of many other alloys, though it 
should not be employed with copper-tin alloys containing more than a very low percentage of tin. 

(B) Alloys. 

(r) Chromium-Molybdenum, 50 per cent. Cr, 50 per cent. Mo. 

(2) Chromium-Manganese, 30 per cent. Cr, 70 per cent. Mn. 

(3) Chromium-Nickel, 10 per cent. Cr, 90 per cent. N’i, and 50 per cent. Cr, 50 j^er cent. Ni. 

(4) Chromium-Copper, to per cent. Cr. 

The alloys of chromium with molybdenum, manganese, and nickel are used in the manufacture 
o/hard steels. Those with manganese and copper may be .addevi with advantage to copper, an;i 
increase its elasticity. 

(5) Molybdenum-Nickel, 75 per cent. Mo, 25 per cent. NI. 

(6) Ferro-Molybdenum, 80 per cent. Mo. 

Ferro-moh bdeniim may be used in place of molybdenum in the manufacture of hanl steel, and 
the price of the alloy is less per weight of molylxlenum it contains than that of the pure metal. 
The molylxlenum-nickel alloy is used in the manufacture of saws. 

(7) Ferro Titanium, 23-25 per cvni. Tl, 70-72 per cem. Kc, 5 per cent. At. 

This alloy is extensively used as a cl<an.sing agent for all classes of steel. The presence of the 
small proportion of aluininiiim renvlets the alloy more soluble; moreover, tlic aluminium acts as a 
deoxidising agent, leaving the titanium free to remove nitrogen, and further, it produces a slag of 
aluminium tilanate, which is more easily fusible than either .aluniina or titanic o.xide. Steel trctteii 
with thi.s alloy is rendererl tougher and tlenser. 

(8) FerrO'Vanadium, 35 [jerceni. Va, r-2 jscrcem. impurity (.M ami Si). 

Added to mild steel, vanadium In sh'glit amount considentl'ly increase.s its elasticity. It mayab'o 
be added to iron castings to render them tougher. 

(9) Ferro Boron, 20-25 percent. Ko. 

This .alloy added to steel acts in a somewhat similar way to carl>on, but it is only infrequcuily 
employed. 

(ro) Manganese Copper (iron-free), 30 per cent. .Mn. 

(n) Manganese-Tin dead-free), 50percet.u .Mn. 

(12) Manganese-Zinc (le-ad-free), 20 per cent. Mn. 

(131 Manganese Titanium, 30-35 pera-nU Ti. 

These mangane.se alloys arc used in place of pure mang-anese in the manufacture of non-fen 'Us 
alloys. In the preparation of those containing tin and zinc, the .slag formed on the molten tin uiui 
zinc must l/e removed liefure adding the manganese, and the charge kept healed For .several hiiursi. 
.Manganese-titanium alloy is used for removing oxygen and nitr%'en from copper alloy.s. 


In thi.s connection may be mentioned the ii.se of titanium “ thermit ” in foundry 
work. ThLs preparation consists of ordinary “thermit” containing a small pro- 
portion of titanium oxide, and is put up in tins, through which are drilled a coui)le 
of holes, by means of which the tin can be fastened to a rod. As soon as the 
molten metal is run from the furnace into the ladle, the tin of titanium “thermit ' 
is plunged in and held at the bottom until the reaction is over. 'Fhe slag rises to 
the top, and can thus be easily removed. The effect of the treatment is to cleanse 
the metal from impurities, thus increasing its fluidity, and producing a finer and 
closer grain ; moreover, the sulphur content is reduced. 



THERMIT^ AND ITS APPLICATIONS ;i 

USES OF “THERMIT” AS A HEATING AGENT 

The uses of “thermit” as a heating agent are defined by the nature of the 
“thermit” fire. As Goldschmidt has pointed out, “thermit” provides us with a 
fire differing in certain important respects from all other fires. In the first place, 
in the combustion of “thermit,” neither is air consumed nor i.s any gas evolved, as 
in the case of the combustion of wood, coal, coal-gas, producer-gas, or petrol. 
The most important difference, however, is in the heat-density. The actual amount 
of heat obtainable from a given weight of “thermit” is considerably less than that 
obtainable from the same weight of anthracite ; * but in the former case the whole of 
this heat is, so to speak, obtained at once, since the reaction between aluminium 
and iron oxide lakes a very small period of lime from commencement to completion, 
even when the weight of material is very considerable. Indeed, in the combustion 
of “thermit,” a heat-density is produced not otherwise obtainable, the actual 
temperature being considerably above that of the electric furnace. Where a 
continuous heating effect rather than density of heat is the essential desideratum, 
“thermit” would be useless; thus it is not suitable for locomotive purposes, or 
for cooking generally.- But where great density of heat is required, “thermit” is 
preferable to other sources of heat, because by its aid one can .so readily produce 
an enormous temperature at a moment’s notice. 

The chief uses of “thermit” as a source of heat are in the butt-welding of 
pipes, and for reheating sluggish metal in foundry practice. 

For ihe latter purpose the “thermit” is made up in tin.s, which are employed, when it is 
desired to reheat the metal in the ladle, in a similar manner to that used in the case of titanium 
“thermit.” Tins of “thermit” may also be placed in the risers of castings, and are found 
particularly useful in making intricate exstings, or those that are long ami narrow (<■.,?., ships’ stems 
and stern posts). In such cases the tins should he huiU into the orouMs. A pinch of \gnUvo\i 
powder is necessary lo initiaie the rcaclinn in the case of cast iron, but is not TCi^uired in the case 
uf steel. 

The hull-welding of iron or steel pipes ^ is accomplished in the following manner i—The ends 
(if the pipes to he welded together are surrounded by a suitable mould, into which the products 
of the “ thermit ” reaction are poured. Welding teni|>er3lure Itelng reached, the ends of the pipes 
are pressed together by means of screws placed in i>)sition bcforeh.ind. K(^r pipes not exceeding 
\ in. in thickness, special cast-iron moulds with handles have been designed, and can l)e used over 
and nver again ; hut for larger pipes it is advisable to use sheet-iron moulds (made in the shape 
of a horseshoe, in two pieces) ktnkcd round with damp (but not wet) sand. Of course, if the 
liquid iron, formal by the reaction, were allowed to come into contact with the pipes tliey would 
he fused through, hut it is found that the alumina slag, which fust issues from the crucible when 
the products of the “ thermit” reaction are poural out. solidifies on the surfaces of the pipes, thus 
forming a highly refractory protective coaling, through which the metal cannot penetrate. 

During the present war a deplorable application for the “thermit” fire has 
been found in the construction of incendiary bombs — unfortunately, so many 
scientific discoveries, which rightly applied are of the greatest utility to man, may 
be debased to vile ends. 

The “lliermil” tire is peculiarly .adapted for purposes of destruction, inasmuch as it is so 
clifdcuU to extinguish. Fire may usually be extinguished (L) either by cutting oft the supply of 
oxygen (air) necessary to the combu-stion of the burning b<xly, by means, for example, of blankets, 
s.and, carbon dioxide, etc., or (ii.) by welling the l>ody with a non-inflammable liquid (c.^., water), 
which not only to some extent screens it from the air, but, by extracting much of its heat, 
reduces its temperature below that at which the combustion will take place. In the case of the 
“thermit” fire, however, like that of gunpowder ami similar mixtures, no external oxygen 
is needed for the combustion, hence screening it from the air is without effect, as is evident 
from the equation representing the reaction, and is demonstrated by the experiments of Weston 
and Elli-s mentioned above. Moreover, the temperature is sufficiently high to decomjxjse water, 
with the evolution of hydrogen, which itself is highly inflammable— 

3Fc + 4140 = FA ^ 4 He- 


Boldschmidt gives the following figures: 1 kil<^ram of “thermit” gives 450 cals,, 
1 kilc^ram of anthracite gives 7,000 cals. 

^concerns cooking, it may be mentioned that the “ Deutsche Munitions und Wafieiifabrik,” 
1“' 3 have constructed a cooking and roasting stove for camp cooking. 

English Patents, 1899, No. 18,328, and 1900, No. 20,894. 
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On the other hand, of course, the burning of objects set fire to by the “ thermit " fire may be 
extinguished in any way ordinarily applicable. 

The “thermit” incendiary bombs used by the Germans in their air raids over 
England are usually conical in shape, with a flat metallic cup, about lo in. in 
diameter, as base. On this is fitted a pierced metallic funnel filled with thermite, 
with a metallic cap and handle at the top. Generally some yellow phosphorus, 
which is not only highly inflammable, but generates nauseous fumes on combustion, 
is introduced at the base of the funnel. Outside the funnel is a padding of highly 
inflammable resinous material, which is bound on with rope, wires being fastened 
from the outer rim of the cap to that of the base to increase the stability of the 
bomb. The rope used is probably first treated so as to increase its inflammability. 
Occasionally celluloid chippings are added, and more rarely a small amount of petrol.^ 

USES OF “THERMIT” AS A HEATING AGENT AND 
SOURCE OF MOLTEN STEEL 

Not only may the heat derived from the “thermit” reaction be utilised in 
welding, but the liquid steel produced at the same time may be employed to form 
a bulb around the joint, thereby greatly strengthening it. This method of welding, 
patented by Goldschmidt,- has been very extensively employed in the welding 
of tram-lines. 

The rails which are lo be welded by ihis method should have no boll holes, and the ends 
should be undercut order to ensure a proper butt-weld. They must be brouglit into 

true alignment and clamped tightly tc^ether. The “ thermit ” is ignited in a crucible with a hole 
in the bottom fitted with a device for lapping. .Mould.? of sand of a loamy and plastic nature, 
mixed with quartz of not too close-grained or clayey a character, but as free, porou.s, and sharp 
as will permit of binding, are constructed so that the “thermit” steel, which first issues from 
the crucible when it is tapped alter (he reaction is over, runs to the bottom of the rail, formint; 
a metal bulb over the joint to alwut h.tlf-way up the rail or more. Tlie moulds must be thoroughly 
baked, coat^ with graphite, and the two sections carefully luted together. It is very essential 
that everything with which the products of the “thermit” reaction come into contact should he 
thoroughly dr)' and wann. The molten metal, of course, roust not be allowed to come in contact 
with the top of the rail, which should be completely covered by the molten alumina which issues 
from the crucible after the metal has flowed out. When welding temperature has been reached 
the rails are pressed together by means of clamps placed in position l>eforehanu. 

Third, or conductor, rails may also be similarly welded, or conduction may be en.suretl simply 
by welding a stnall bridge of “thermit” metal on to the ba^ of the rail. 

In the case of rails containing high j)ercentage of carbon a nuxllfied method of welding, known 
as the “Stelcop” (Steel-Copper) process, is employed. The main point in this proces.s is that 
prior to welding, and after the rails have been placed in alignment, a thin cop|)er-coated steel 
shim is introduced between the rail heads. The rail ends are, for welding by this process, not 
undercut, and the clamps are not screwed up after welding. The heat of the molten slag 
surrounding the rail heads melts out the copper and leaves them firmly welded together. 

Tests carried out on rails welded by means of “thermit” liave proved 
eminently satisfactory. The following are given by the Manchester Corporation 
Tramways (29th November 1906): — 

Bending Tests 


Description. ] Span. 

Loads. 

Elastic Limit. 

Bending 

Moment. 

Solid rail lO ft. 

Fishplate jointed rail • . . ] jo „ 

“Thermit” jointed rail - . .j jq ’ 

Solid rail j ^ ” 

“Thermit” jointed rail - . 5” 

28,200 

10.000 

25.000 
74»oco 

42.000 

70.500 

25.000 

fi3»500 

92.500 

63.000 


* English Patent, 1901, No. 10,859. 
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Chemical Tests 


Ordinary Steel Rail. 



“Thermit ” Weld. 

Drillings from Rail Head 

near Welded Joint. 

Drillings from Rail 
Head away from 
Welded Joint. 

Iron ■ - 9S.520 

Manganese ■ 0.865 
Fhosphorus • 0,042 
Sulphur - 0.054 

1 Silicon - • 0.021 

Carbon- - 0.498 

1 Arsenic • ■ trace 

Jron . . 

Manganese - trace 
Phosphorus - ,, 
Sulphur - . o’o2 

Silicon and In- 
soluble . 0.51 
Carbon • - o.ii 

Aluminium - 

b"" ■ ■ 98.3743 

Manganese . 1.009 
Phosphorus - 0.067 
Sulphur - . 0.059 

Silicon - - 0.0027 

Carbon - . 0.488 

'Hiese analyses Indicate no 
position of the steel 

Iron - . 93.331 

Manganese • f.038 
Phosphorus - 0.065 
Sulphur . 0.058 

Silicon - . 0.018 

Carbon- . 0.490 

1 alteration in the com- 
in the rail head. 


Hardness Tests’ 


Loatl on Die 
in Tons. 

Welded Rail, 

Length of Indentation Produced. I 


1 Away from Joint. 

Close to Joint. 

0-25 

0-50 

0-75 

0.26 in. 

0-32 

0-37 „ 

0-26 in. 

‘^•32 „ 

0.36 „ I 


■'*'>‘>1 lesled from head of rail. 


-.den 

on the hardness of the rail * reaction had no injurious effect 

I- ».ri i. 

rir-'-' * “asisi- j 

mdd steel ; a quant ty producible l/so loT of superheated 

Crucibles, similar to thLremDlov^ ° "tZ by no other means, 

details of the method dependfng of course on^tlfe“tvIIe*™r'“'’ the 

i he process has been sanctionfd by the Brdkh 

Registry of Shipping for renairs to frn . Corporation for the Survey and 

damages ofasimTar character l-he S/'of IreV"”'''’ and 

(July 1909) on “thermit” welded bare a k Corporations bending tests 

»■« to„ S..” turr 




Applied in 'I ons al Cenlre of 3-ft. Supports. 
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In repair work it is frequently found advantageous to add a certain proportion 
of steel punchings to the “thermit”; this reduces the weight of “thermit” 
required (and hence the cost) and renders the action less violent. As to the 
chemical composition of the steel obtained from “ thermit,” the follotving figures 
are given by Messrs Thermit Ltd. — 


Carbon 

0.05 per cent. 

to o.io per cent. 

Manganese * 

0.08 

ft 

O.IO „ 

Silicon 

0.09 

n 

0.20 ,, 

Sulphur 

0.03 

)» 

0.04 „ 

Phosphorus - 

0.04 

11 

0-05 M 

Aluminium - 

0.07 


0.18 „ 


I’he figures of the Manchester Corporation Tramways for the weld in tram- 
rails, which differ slightly from these, have already been given. 


USES OF “THERMIT” SLAG 

In the slag from the reaction of chromiunr “ thermit,” mimitc red-coloured crystals are found, 
which must be regarded as rubies, the ruby consisting of nothing but alumina coloured by 
chromium. They are ton small to be ol any commerci.il value. 

Important commercial uses h.ave, however, been found for the alumina which 
constitutes the slag formed in the reaction between aluminium and metallic oxides. 
The alumina thus obtained has been given the registered name "corubiii.” 
Owing to its . comparative freedom from other metallic oxides and absolutely 
anhydrous condition, it is harder than natural emery and is therefore found to be 
preferable to it for polishing purposes. Moreover, according to Dr Buchner of 
Mannheim, it is preferable to natural corundum ‘ (which it resembles) in the 
manufacture of pottery, for which purpose it is mixed with clay and burned. It 
is claimed to be especially useful for making chemical apparatus which may be 
subjected to great changes in temperature without fracturing. 


' Corundum is ciyslallised ulumitin containing (races of ferric oxide. 





77 


SECTION LIX 

THE CALCAREOUS CEMENTS 
INDUSTRY 


By Ernest A. Dancaster, B.Sc. (Lond.) 

Comuliing and Analytical Chemist 

LITERATURE 

E. A. DANCA^iTKR.—*' Limes and Cements.” London, 1916. 

E. C. Eckel.— “Cements, Limes and I'lastcr.s.” London and New York, 1913. 

G. Redgrave and C. Se-ackman.— “Calcarcovis Cements.” London, 1905, 

A. H. Heaui. — “ A Manual on Lime and Cement.” London and New York, 1^93. 

E. CaNDLOT. — “Cimenls el Chaux HydrauUques.” Paris, J89!. 

E. Leduc and G. CiiUNU.— “Chaux, Cimcnls et Plalres.” Paris, 1912. 

I'. C. H. We^T. — “T he Modern Manufacture of Poriland Cement.” London, 1910. 

C. Naskr. — “ Die PortIand/.i*inenl Fabrikaiif)n.” Leipzig, 1909. 

D. B. Buti.kr. — “ Portland Cement. Its Manufacture, Testing and Use.” London and 

New York, 1913. 

R. K. Meade.— “ Portland Cement.” London, 1911. 

A. C. Davis. — '* Portland Cement.” London, 1909. 

11 . Blount.— “ Lectures on Cement.” I/jndon, 1912. 

M. Pedrotti.— “ Dcr Gips und seine Verwendung.” Leipzig, 1901. 

F. Quibtmevkr. — “Zur Geschichte der Erfindungdes Porilandzemenles.” Berlin, 1912. 

H. Le Ckatelier.—“ Sur la Constitution dcs Morlicrs Hydrauliques.” Paris, 1904. 

H. Seger and E. Cramer.— “Apparaie und Gerale zur Prufung von Ponlandzemenl, 
Betonund Zementwaren.” Berlin, 190S. 

C. H. Desche.— “T he Chemistry and Testing of Cement.” London, igil. 

F. G. Gatehouse.— “A Handb^k for Cement Works Chemists.” London, 1908. 

W. A. Richards and II. B. North.— “Manual of Oment Testing. ■’ London, 1913. 

G. K. Bur,vei.1..—“ Limes, Cements, Mortars, etc.” London, 1910. 

C. Marshr and W. Dunn,— “ Reinforced Concrete.” London, 1905. 

Transadtons of the Concrete Institute. 

Concrete Cement Age, 

Cement and Engitteering Ne^cs. 

Concrete and Constructional Engineering, 

Jl Cemento. 

Ferro- Concrete. 

Beton und Risen. 

TonindnslrieZeitung, 


The calcareous cements are compounds of calcium. They are divided into 
limes and cements according to their composition and behaviour towards water, but 
the division is only a matter of convenience, because they are all cements. The 
limes consist of more or less pure calcium oside, CaO, and the cements consist 
of salts, such as silicates and aluminates. Limes “slake” or crumble to powder, 
with more or less evolution of heat, when treated with a little water, the action 
being very energetic in the case of pure lime, and very slow in the case of hydraulic 
limes. Cements, on the other hand, do not slake when in contact with water, but 
“ set ’’ or solidify without any perceptible change of volume, and with little evolution 
of heat. The hydraulic limes also possess the property of setting under water, but 
we distinguished from the cements by their power of slaking. The whole group of 
calcareous cements may be classified as follows ; — 
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Limes. Cements. 

Common lime, Puzzuolanic and slag cements. 

Hydraulic limes. Natural cements. 

Portland cement. 

Plaster cements. 

This classification, however, can only be considered as approximate, because some of the 
classes merge into one another by imperceptible degrees. Thus, there are limes of every degree of 
hydraulicity between pure common lime and the true hydraulic limes, and the latter gradually pass 
into the puzzuolanic cements. Again, there is no hard and fast Unc between Portland cement and 
the natural cements, some of the latter being known as natural Portland cements, on account of 
their similarity to tl^e artificial product. 


COMMON LIME 


The chemical properties of common lime, CaO, are discussed under Calcium 
Salts, Vol. I., p. 341. We here deal solely witli its manufacture and its use as 
regards the cement and mortar industry. Tltc lime is obtained by calcining calcium 
carbonate, CaCOg, at a red heat, so us to drive off the water, which is generally 
present, and to cNpel the carbon dioxide, CO.j. 'Phe reaction takes place according 
to the equation — 

CaCO:; = CaO - CO... 


The calcium oxide tlius obtained is known as quicklime, caustic lime, or 
common lime. On adding a little more than the correct amount of water (iS 
parts by weight (ff w ater to 56 [)arts by weight of pure calcium oxide) chemical com- 
bination takes place. Owing to the heat of the reaction some of the water is expelled 
as steam, and the lime crumbles to a perfectly dry iwwder known as slaked lime, 
which consists of calcium hydrate, Ca(OH)..— 

C-iO i 11,0 = CatOllU 

For the chemical properties of slaked lime, sec under Calcium Salts, 
Vol, I., p. 341. 


Calcium carbonate occurs naturally in a number of forms, some of the best 
known being marble, limestone, and chalk, any of which will yield the oxide on 
calcination. For the chemical properties of calcium carbonate, see under 
Calcium Salts, Vol. I., p. 341. 

M^ble. — While marble consists of nearly pure calcium carbonate, an<l therefore yields a very 
pure lime. It is, however, loo expensive to be used for the preparation of lime for ordinarv pur 
pobes, and the lime produced is too rich to be used for building purpi.ics, unless it be mixed with 
burnt clayey matter. 

Limestone. —Thi.s is a very abundant, dense form of calcium carbonate, which is less pure 
thai marble, and is sumetimes very impure. It usually contains free silica, aluminium silicate, 
and inagnesium carbonate. W hen ihc nIodc contains 5 i)er cent, or more of the hist mentioned 
constituent it i.s known as dolomitic limestone, and when the amount reaches 23 per cent, it is 
known as dolomite or magnesium limestone; as limes containing much magiic.sia, MgO, slake 
very im^tfccily, dolomites are nut used fur the manufacture of lime except fur special purposes, as 
for the linings of some furnaces. Th'>sc limes which contain much aluminium silicate are used fur 
the manufacture of hydraulic limes (which see, p. 82). 

Chalk. This is very .similar to limestone, and varies in purity in the same manner. It is. 
however, much softer, and contains a considerable amount of water when quarried. The upper, nr 
white, chalk )ields a pure lime, whilst the lower, or grey, chalk yields a more or less hydraulic 


Other of Lime.— Amongst other materials sea shells are used as a source of lime, 

ifte waste shells from the oyster canning industry arc thus utilised at Kallimote and other place.s in 
America, and also m Holland. The lime obtained from this source is loo rich to be used for 
building purposes unless it be mixed with puzzuolanic matter (see p. 83). A considerable amount 
of hme is obtained in India from deposits of impure calcium carbonate, known as kunkur nr 
k«^, which IS found in the alluvial soil of the plains. After burning, it is mixed with sand and 
water, and generally with a little molasses to form the rendering known in India as chunam. The 
rapfd in a^o^t chmalc^^^^ apparently to retard the drying, which might otherwise become loo 
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Lime Burning.— The raw material is calcined in kilns at a tcmiierature of 
not less than 812° C. (For dissociative pressures of CaCO, see Vol. I., under 

Calcium Salts.) 

The operation is a simple one, as the burner has only to expel the water and carbon dioxide, and 
there are therefore no complicated reactions involvetL It is, however, necessary to remove the 
products of decomposition, Irecause calcium carbonate can Ire fused without decomposition in an 
,,1, nosphere of carlion dioxide, yielding a marble-like irrass. The removal of rhe carlron dioxide is 
effected by means of the natural draught of the kiln. The tiecomposilion is facilitated in an atmos- 
phere of steam, as was first shown by (lay Lttssac, and it is a common practice to inject water or 
steam into the kilns for this purpose. Where this is not done, the lime tmrners often wet the material 
before burning, and thus obtain a certain amount of steam. The cariron dioxide produced during 
lime burning is usually wasted, although it is a valuable by-product. It is, however, sometimes 
utilised in condensing plants in (Germany and the United States. See under CO._. Industry. 

Lime burning is a very ancient industry, the earliest form of kiln being probably 
a hole in the ground in which the mixed raw material and fuel were placed and 
ignited, the process being an intermittent one. Many forms of kiln for lime burning 
are in use at the present time, but they may all be classified under two heads : (r) - 
intermittent kilns, in which the calcined charge is withdrawn when it is cold 
and the kiln restarted with a fresh charge, and (2) continuous or draw kilns, in 
which the raw material is fed in at the 
top and the lime is removed at the 
bottom, so that the process is con- 
tinuous. Continuous kilns are sub- 
divided into iwo cla.sses, stationary 
or vertical kilns, and rotary kilns. 

The sUtionury continuous kilns may 
be of the mixed feed (running) or of 
the separate feed type. 

The flare kiln, which is shown 
in Fig. I, is a kiln of the first class. 

It is roughly egg-shaped, and, with the 
exception of a space at the bottom, is 
filled with lumps of limestone or ch.ilk, 
supported on a roughly built arch of 
bigger lumps of the same material. 

The fuel is burnt on fire-bars in tlte 
space at the bottom of the kiln, and 
the hot gases ascending through the mass of limestone convert it into quicklime. 
The kiln has to be emptied and recharged for each batch, so that the process is 
intermittent. The lime thus produced is known as flare lime. 

In ils simplest funn the kiln i.s liuill of the tiinesUiue itself, tint kilns of this type ate often con- 
si riicLed of brick or stone work. Ibc inside ttcing generally lined with fire-bricks set in fire-clay, 
riiese kilns are nsualty eilber cylindrical, witli a truncated conical chimney, or they consist of two 
trniicated cones placed base to Utse. The height of the kiln sbonbi Ik’ twice tlic largest diameter, 

1 he raw material may be snpjsiricd upon an iron grating, as in liic Deplinnn & Donop's kiln, 
and in some of the modern forms of this kiln prodnecr-gas is nsed as fuel, in which ea.se it is tisnal 
to employ an annular kiln, the raw malcrial lining placed in tlie central .s}kicc so that it may attain 
a fairly high temperature before lining charged into the surrounding kiln. 

A modern form of continuou.s running kiln consists of a cylindrical or conical 
shaft with bide openings at the bottom. The raw material and fuel are charged in 
at the top, and the lime and ash removed through the openings at the bottom, 

I he shaft is often more or less egg-shaped. 

The process is continuous, fresli supplies of raw material and fuel being added at the top as llie 
k and the lime and ash being removed as they are formed. Other kilns of Ibis type are 

c Uietzsch kiln (see p. 104}, and a modified form of the Aalborg or Scfaofer kiln (see p. 105). 

Vertical kilns with separate feed are used to a large extent, especially on the 
Continent and in America. 

keystone lime-kiln shown consists of a steel cylinder lined with fire-brick and resting 

a heavy steel base. Itenenth the cylinder is an inverted, Iruncaled steel cone called the cooling 



Fig. I.— Intermittent Kiln, 
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cone. The furnaces are carried on steel platforms which extend beyond the firing doors m order to 
(rive sufficient room for working. The cylinder is charged with the raw inaterial and the flames 
from the furnaces are directed on to the stone through two large openings lined with fire-brick m 
the walls. After passing through the burning zone the lime falls into the cooling cone, from which 
it is withdrawn by means of draw-gates in the bottom. ITie healed air around the cooling cone 
passes into the ashpit under the grates, thus adding to the efficiency of the futnwe, and sotnelim« a 
Sram iet is placed in the hot air passage tn order to provide forced draught. The Rudersdorf kiln 
shown in section in Fig. 2 is a well-known kiln of this class. It is polygonal m plan and consists 
of a central shaft alioul 40 ft. high, to which the fite chambers arc connected by means of arched 
opcninEs. This central shaft is about to ft. in diameter at the widest part, just above the fire 
cGmhCTS, and tapers off above and below ; at the lop, where the raw material is added, it has a 
diameter of about 7 ft. Many modifications of this kiln are m nsc, Rnmford s kiln being one of 



Fic. J.— Riideisdorf Kiln. Fig. 3.— Fahnehgelm Kiln. 


the best known. In the most recent type of this kiln, such as ihe Fahnehgelm kiln shown m 
scclion in Fig. 3, generators for producer-gas lake the place of the fireplace in the older form, .iml 
the shaft is provided with a conical chimney. Another gas-heated kiln of this type i.s Sclraiatolla s 
kiln, which is shown in Fig. 4. It i.s a common practice in many parts of F.uropc to burn bricks 
and lime in the same kiln. 

The Hoffman ring kiln (see pp. 217 e! seij.) may be regarded as forming a connecting link 
between the intermediate and conlinuou-s types of kilns ; because although it is continuous as a 
whole, each of the chamliers into which it is divided acts as an intermittent kiln. 

Rotary kilns similar to those used for the manufacture of Portland cement (see p. 99), but worked 
at a lower temperature, are also employed for burning lime. They cannot be used where the lime 
is required to 1^ in large lumps. 

During recent years a considerable amount of attention has been given to the 
production of a stable hydrated lime, several products of this nature having been 
on the market for some time. In some cases the lime is simply sprinkled wdn 
water and then ground, but in the more modern methods comparatively elaborate 
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processes of complete saturation 
employed. 

The KriUer hydrator is used for (his 
purpose in some modern plants. This con- 
sists of six cylinders connected to a chimney 
which is water jacketed for 30 ft. so that 
ihe water becomes heated to about no'” F. 
bv the hot gases. The burnt lime is fed 
into the cylinders, each of which is pro- 
vided with a screw which conveys the material 
along in the opposite direciion to the gases, 
and is discharged in the hydrated slate. 
Ii is finally screened and air separated. It 
is claimed that by using this process the 
plasticity of the lime particles is not inter- 
fered with, and there is no risk of crystallisa- 
tion due to excessive heat. 

Relatively pure limes, which slake 
rapidly with a considerable evolution 
of heat, and yield a large volume of 
powder, are called fat or rich limes, 
whilst those which slake slowly and 
with little evolution of heat, yielding a 
comparatively small volume of powder, 
are called lean or poor limes. 

These poor limes do not “set” under 
water, and must therefore not he confounded 
with the hydraulic limes which also slake 
slowly and with little change of volume, but 
which sooner or later set under water. The 
poor limes cither contain too little clayey 
matter to form hydraulic limes, and too little 
calcium lime to make a good caustic lime, or 
they are “overbiirnl’’ or “deadhurni.'’ A 
gDtxl sample of common lime should contain fr« 
arc some typical analyses 


water followed by air separation are 



Flo. 4. — Schmatolla's Kiln, 

85-90 per cent, of calcium oxide. The following 



Buxton 

Lime. 

Building 

Lime. 

Blue Lias 
Lime. 

Dolomitic 
Lime. j 

1 

Lime (CaO) .... 

Insoluble residue 

Combined silica (SiO.,) 

Magnesia (MgO) 

Alumina (AiPj) 

Ken ic oxide ’(Fe.p.,) - 
•Sulphuric anhydride (SO;)) - 
Carbonic anhydride (CO.,) - 
Water (HgO) • - " - 

Alkalis loss .... 

98.72 
) 0.71 

0.46 

1 0.1 1 

51.10 
f ij-so 

\ 10.34 

1.04 

1.64 

0.21 

8.00 

} 14-47 

6343 

2-39 

14.17 

1-54 
f 6-79 
\ 2-34 

1.63 

3.64 
f 2.69 

1 1-38 

46.72 
)- 2.94 

32.60 
} 1-90 

0.92 

3-27 
} "-63 


100.00 

100.00 

tOO.OO 1 


For building purposes lime is made into mortar (see p. 1 17). In addition to this 
use, however, it is employed for softening water, as a dehydrant, in the defecation 
^ sugar, and in all chemical industries where a cheap base is required. 


* Cement and Engittifring NewSy 1913, 25, 371. 
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hydraulic lime 


Limes containing from about 15-30 per cent, of clayey matter (aluminium 
silicate) are called hydraulic limes, those containing over 20 per cent, being 
known as eminently hydraulic. 

When treated ^vilh water these limes slake slowly and the increase in volume is small. When a 
paste made from such a lime is immersed in water it sets after a few days and then slowly hardens 
to a stony consistency. It is because of this properly of setting under water that these limes are 
known as hydraulic. If the amount of clayey matter is only atout S-14 per cent, the Itinc is 
termed moderately hydraulic ; such limes slake rather more readily than the true hydraulic limes, 
and with a greater evolution of heat and a greater increase in volume ; when made into a paste 
thev set under water after two or three weeks, but never become very- hard. 

These hydraulic times owe their peculiar properties to the formation of calcium silicates, 
aluminales and perhaps alumino-silicates during calcination. It is necessary that the silica in the 
raw materials should he in a state of combination, preferably with alumina, because free silica, such 
as quartz and sand, does not combine with lime at the comparatively low temperature of the kiln. 


A pure lime may be converted into a hydraulic lime by adding suitable 
substances containing naturally or artificially roasted silicates. Thus such materials 
as burnt clay, roasted shales and brick dust may be used for this purpose, but the 
most important substances employed for the purpose are naturally occurring siliceous 
materials of volcanic origin, such as puzzuolana, trass, and Santonn earth. 
Puzzuolana is a volcanic tufa found in various parts of Italy, including Puzzuoh, 
near Naples, from which it derives ns name. The colour varies from white to 
nearly black, and the composition is also very variable. Part of the silica is capable 
of readily combining with lime in the presence of water, forming a durable silicate. 
Trass is a similar material which is found in the Eifel district, on the west bank of 
the Rhine, It is largely used in Holland. Santorin earth is also a volcanic ash 
which occurs in the island of Santorin, in the Greek .Archipelago. It contains a 
larger proportion of silica than puzzuolana or trass. 

Hydraulic limes are prepared in the same manner as common lime, but limestones containing 
siliceous and clavev matter are used for the raw material. Care must be exercised in the choice of 
kiln employed, 'because such clayey limestones readily become partly fused and spoilt. Hie 
temperature must therefore be carefully regulated, and the kiln must be one which will permit of 
this regulation. 


Chaux de Theil.— This eminently hydraulic lime has been very largely used 
by French engineers, especially for marine work, such as the harbours of Port Said 
and Suez. 


It contains abouk 62.65 per cent, of calcium oxide, 15-22 per cent, of silica, 2.5 per cent, of 
alumina, 1,5 per cent, of magnesia, and small quantities of iron oxide, alkalis, etc. 


Grappier Cements or Ciment Grapier.— In France hydraulic limes are 
slaked at the lime works and then passed through sieves. The hard lumps {grapier) 
which are left on the sieve consist partly of still unchanged limestone and partly ot 
calcium silicates, and perhaps alumino-silicates. They are collected and finely 
ground, the resulting cement being known as ciment grapier in France and as 
grappier cements in England. 

The composition and quality ol these cements arc very variable, for liiey depend upon ll< 
proportion in which the two kinds of material exist in the original lumps, the calcium carbomle 
being valueless as a cementing material. La farge cement is one of the best of these cements. 
The following analysis of a grappier cement is due to Le Chatelier. 


Analysis of a Sample of Grappier Cement. (Le Chatelier.) 


Si02 



• 26.5 

AlgO.q 



- 2.5 

FeoOj 



■ '-5 

CaO 



- 63.0 

MgO 



1.0 

Alkalis 



- n.d. 

SOa 



■ 0-5 

CO2 and HgO 



- 5-0 


100.0 
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Scott’s Selenitic Cement (Scott’s Cement) —This cement is prepared from 
feebly hydraulic limes by the addition of plaster of Paris or sulphuric acid by 
adding 5 per cent, of ground plaster of Paris to the lime, and finely grinding the 
mixture. 

Svilphates have no effect upon pure Hme; eminently hydraulic limes, however, are considerably 
. by this treatment, though the feebly hydraulic limes are the best to employ for the 

' ' tmration of selenitic cement. According to Schott’s ^ theory the gypsum in solution is deposited 
^ on the lime particles, thus retarding the access of water to the itme, so that the hydration of the 
latter takes place much more slowly than it would otherwise do, and with but little evolution of 
heat or increase of volume. 

Selenitic cement, when prepared according to Scott's process, has a warm buff 
colour, sets rapidly, and soon becomes hard. Although it is an improvement 
upon ordinary hydraulic lime, its use has not become general because it is un- 
suitable for work which is exposed to the weather, and especially to the action 
of salt water, and also because of the superior qualities of Portland cement. 


PUZZUOLANIC AND SLAG CEMENTS 

Puzzuolanic cements are prepared Ity mixing slaked lime with certain 
natural or artificial burnt siliceous materials, and finely grinding the mixture. 
They are not burned at any stage of the process of manufacture, and are simply 
mechanical mixtures. 

't he ancient Itoman cements beiungetl to this class, but the modern so-called Roman cement 
(see ]). Si) is of quite a different character. 

The most important naturally occurring siliceous substances used for this 
purpose are volcanic ashes, such as puzzuolana, trass, and Santonin earth 
(see p. 82). Many artificial materials, such as burnt Clay, may be used instead 
of these natural substances, but by far the most important of these materials is 
blast furnace slag, and slag cement is therefore the most imijortant cement 
of this class at the present time. 

The sl.igs used for the purjrore of making cement are fusible silicates and aiuminale, and 
jeriiaps alumiiia-silicaie.s, formed by the combination of tlic Huxing materials with ilie gangue of 
the ore during iron smelting operations, 'I’be com|)osition varje.s consiiierably so that all slags 
will not serve for the manufacture of stag cement, Itut only those of certain Iype.s can be employed 
i for the purpose. Sl-aked lime may or may not be mixed with the ground .slag, the former being 
i the older practice. 

In order to manufacture slag cement by the old method the slag must be 
granulated and dried, then mixed with the slaked lime and the mixture finely 
ground. 

Granulating the Slag.— This is u.sually carried out by allowing the molten 
slag as it issues from the furnace to fall into a rapidly running stream of cold 
water, by which means it is broken up into fine particles known as slag sand 
and rendered .hydraulic, and a part of the sulphur is removed as sulphuretted 
hydrogen. 

This sudden cooling of the slag is necessary because if the latter were allowed to cool slowly 
and then ground to powder by mechanical means, it would not possess such high hydraulic 
properties as w hen suddenly chilled in water. 

Drying the Slag. — The wet granulated slag must be thoroughly dried before 
grinding or mixing with the lime. Various forms of drier are in use for this 

purpose. 

The Ruggles-Coles drier shown in Fig. 5 consLsts of two concentric steel cylinders 
capable of revolving about their slightly inclin^ common a.vis. The cylinders are connected at 

c nnddle by means of cast-iron arms, and at each end by means of adjustable arms. The inner 
cylinder projects t)eyond the outer at the upper end, and passes into a stationary air chamber which 

connected to the hot air flue of the furnace. The lower end of the cylinder is also connected, 

^ Schott, DittgUt^s Pol/tcibnischc Jownal-, 1873, ISP, 30. 
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by means of an opening in the bottom, to a second stationary air chamber, which is provided with a 
damper in order to regulate the temperature. The hot gases are drawn by means of an exhaust 
fan through the inner cylinder, then back through the annular space between the two cylinders 
and finally through a flue leading to the exhaust fan, the direction of the current being shown ia 
the figure by means of arrows. The wet granulated slag is charged through a shoot into the space 
between the cylinders, and as the latter revolves, it is carried around by means of scoops attaclied 
to the inner surface of the outer cylinder, and to the outer surface of the inner cylinder, and is 
dropped from the surface of one cylinder to that of the other, the process being repealed over and 
over again as the material gradually descends to the lower end of the drier when it U discharged 
dry. The Holst drier consists of a cylinder in which a helical screw revolves on a hollow central 
shaft. The slag is automatically fed into the cylinder, and is slowly carried along by means of the 
revolving screw. The drier is healed by means of a fireplace beneath one end, and the hot gases 
pass under the cylinder to the other end, and then through the hollow shift of the screw in the 
opposite direction to the slag to the stack. Similar driers are shown under Manures, p. 35. 



Mixing and Grinding.— The granulated and dried slag is now mixed with 
carefully slaked lime, the proportions taken depending upon the composition of the 
slag. The lime used is generally common lime, but hydraulic limes are employed 
at some American, French, and German works. The lime must be slaked and 
sieved before mixing with the slag, and all material which fails to pass through the 
sieve should be rejected. 

In some works these lumps have been ground and resieved, ljut this is l>ad practice, because 
they either consist of inert matter which can only lie considered as an adulleraliun, or of unslaked 
lime, in which case they are actually barmful. 

The mixture is then pound to an impalpable powder. The usual practice is 
to pass the mixture of dried granulated slag and slaked lime into the mixer, from 
which it is conveyed to the tube mills (p. 94) to be ground. 

At ^ Itp', in France, the slag is granulated by impinging a jet of water against the luollrr 
slag as it issues from the furnace. The granulated slag is then dried ami sieved, after wliich it 
is passed through six grinding mills of rliffetent tyws and again sieveil, and is finally mixed and 
ground with the .sfacked liine in hall milts. In Bosse & rVolter’s method of preparing slug 
cement, the grinding is carried out in a closed ball mill, called the Homogeniser, of the osail 
construction (see p. 94I, The charge, consisting of one part by weight of dry slaked lime and 
three parts of dry granulated slag, is passed into the drum through a hollow trunnion. The 
aperture is then closed, and the drum slowly rotated about its axis until the materials ate ihoronglih 
mixed and ground, when a door in the outer lining is opened, and the finished cement ciecleil into 
bags or barrels. The cement does not need any further treatment, hut is then ready for market. 

PaSSOW'S sl^ cement, which was patented in 1901, is prepared by blowing 
air into the lic|uid slag as it issues from the blast furnace, by which means it is 
granulated. The tnaterial thus obtained is finely ground. Only very basic sings 
can be employed for this purpose. 

It is claimed by Dr Fassow that the silicates arc partially decomposed by this treatment, p.nrt 
of the dicalcium silicate (aCaO.SiOg) ireing broken up in monocalcium silicate (CaO.SiO.) aud 
free lime, and part into free lime and silica, according to the equations— 

(1) 2CaO.SiOj = CaO.SiOj + CaO, 

(2) 2CaO.SiOj = zCaO + SiOj. 

So that, according to the inventor, the resulting cement consists of a mixture of dicalcium silicate, 
monocalcinm silicate, free lime, and free silica, the part played by the alumina being eniir'l) 
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A process of preparing cement has been devised by Snelus, in which the slag 
is calcined in a furnace after being granulated in the usual manner, by which means 
part of the calcium sulphide is oxidised to sulphate, and part decomposed with the 
evolution of sulphuretted hydrogen. 

Modifications of these processes are used at the present time for the preparation of slag 
cements, slags from either while or grey iron being employed for the purpose. Instead of 
granulating the molten slag by letting it fall into water, it is often sprayed with a solution of 
alum or other salt, and then allowed to fall upon rapidly rotating drums, the fine globules of slag 
which are thrown off by centrifugal force being cooled in air. The granulated slag is then finely 
rrouiid in ball and tube mills (see p. 94), a little lime and gypsum being added in order to regulate 
the setting. A German cement, which is composed of 70 ]ier cent, of Portland cement (made from 
slag and limestone) and 30 per cent, of granulated slag, is known as Eisen Portland-Zement, or 
iron Portland Cement. Highly basic slags are employed for its manufacture. 

Cements are also prepared from Hast furnace slag by calcining an intimate mixture of the 
slag and lime to incipient fusion, and finely grinding the clinker thus produced. These cements, 
however, although made from slag, are true Portland cement (see p. 87), and cannot therefore be 
classed with the puzzuolana or slag cements. 

Puzzuolana or slag cements are generally a pale bluish grey in colour, but 
those made from slag may sometimes be brown on account of the presence of 
rnatiganese in the slag. They contain a much smaller proportion of lime than 
does Portland cement. The sirecific gravity is low, never exceeding 2,8, and the 
tensile strength is considerably less than that of Portland cement. These cements 
are slow selling, generally taking at least five hours for the final set to take place, 
but they attain their greatest hardness in less than a year, sometimes, indeed, 
within the first month. 

The setting time can be hastened by the addition of purzuolanic materials, such as burnt 
clay, or hy adding caustic soda, potash, common salt, etc., either in the form of an aqueous solution 
or in the dry stage, at any stage of the process of manufacture. The latter method is due to 
Whiting (United Stales Patent, No. 544,706, 1895). 

They stand the boiling and steaming tests very well. These cements are 
excellent for subaiiueous work such as sea walls. 


NATURAL CEMENTS 

The natural cements are obtained by burning naturally occurring clayey or 
argillaceous limestones, and finally grinding the burnt material, a preliminary 
mixing and grinding sometimes being necessary before burning, 

, I'ho first of the natural cements was prepared by Jajses Parker towards the end of the 
eighteenth century. It was known at first as Parker's cement, but was afterwards called Roman 
cement, by which name it is still known. 

Roman cement is made from the septaria nodcles found in the London 
clay off the isle of Sheppey, and at other places along the Kentish coast. Later 
on similar nodules were obtained from the Hampshire coast, Harwich, Yarmouth, 
and other places. 'I'hese septaria consist of an argillaceous limestone traversed 
'ly fissures filled with calcareous spar. The composition is very variable, the 
nodules from Sheppey and Harwich containing about 60 70 per cent, of calcium 
carbonate, 18-20 per cent, of silica, 6-10 per cent, of alumina and small amounts 
0 magnesia and iron oxide. The nodules are first calcined at a temperature 
^ j'’® tinkering point in conical kilns, and the clinker thus obtained is then 

crushed and very finely ground, when it is ready for use. 

Itcerfu^ cemeul clinker may be kept unchanged for a considerable time, but after it has once 
as f deteriorates rapidly in contact with moist air, and should therefore be used as soon 

fmii manufacture. Medina cement is a variety of Roman cement which is made 

; “ *•«'''= found in the Isle ol Wight, 

2 reddish brown in colour. The specific gravity is about 

about "'ilh water it sets very rapidly, a good neat cement taking 

unde to set in air, and from a quarter of an hour to an hour to set 

c water, but it does not become so hard and stony as Portland cement. 
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It is a good hydraulic cement, and, on account of its property of rapid setting, is very useful 
for the protection of slow-setting Portland cement concrete, etc., from the action of waves in marine 
work. For most purposes, however, it lias been almost entirely superseded by Portland cement. 

Cootmeotal Natural Cements. —Alout the same time that Parker introduced his cement in 
England a French military engineer named Le SaPfc prepared a similar material, which he named 
plaster cement, from the nodules found at IlnuTogne-sin-Mer. This cement must not be con- 
founded with the true plaster cements which consist of calcium sulphate (see p. 113), as it was of 
practically the same composition as Parkers Roman cement. Similar cements have since been 
prepared at Pouilly (1829), Vassy (1831), and other places. These French quick-setting cements 
are prepared in much the same way as Roman cement, which they closely resemble. Vassy 
cement is very dark in colour on account of the large amount of iron which it contains, and is very 
quick setting when freshly hurnerl. 

In addition to these cements of the Roman cement type natural cements arc also made in most 
European countries from naturally occurring argillaceous limestone rock of very variable com- 
position. The stone is burnt without any preliminary treatment, and the resultant cement is 
consequently very \-ariahle in composition and quality. These cements arc known as natural 
Portland cements and resemble true Portland cement both chemically and in physical properties. 
They arc, however, of lower specific gravity (about 2.1-3.10), more quick setting and less strong. 

The district of Tournai, in Belgium, is the most 
important centre of this industry. True Portland 
cement is also made from the same rock by add- 
ing the recjuired amount of limestone, calcining 
to incipient fusion, and grinding ihc clinker thus 
obtained. 

American Natural Cements.— Before the 
introduction of the manufacture of Portland 
cement these natural cements were of great im- 
portance in America, but ihcir manufacture has 
to a large extent fallen off. The raw material 
from which they are made i.s a clayey limestone 
containing about 13-35 per cent, of clayey matter 
and known as cement rock. According to 
Cununings' the American natural cements may 
l)e divided into two classe.s according to uhethtr 
they contain a prepomierance of hisilicaies or of 
irisilicaies. Those of the first class are calcined 
at a higher temperature than those of the second 
cla.ss (which resemble Roman cement), and more 
or less ordinary limestone is generally added to 
the cement rock before calcination. The cements 
of the first class are known in America as natural 
Portland cement, but the term is inappropriate 
because the composition of Portland cement is 
practically the same whatever the raw materials 
from which it is made, so that when limestone is 
added in order to bring about a correct composi- 
tion, a true Portland cement is obtained, anti 
when no limestone is added the resulting cement 
usually contains from 10-15 less lime than does modern Portland cement. Of the 

cements of the second, or irisilicate, class, the best known is Rosendale cement. The raw 
material from which this cement is made is an argillaceous magnesium limestone which extends 
along live Appalachian range. The stone is blasted and conveyed in trucks to the continuous 
draw-kilns, which are charged with alternate layers of the cement rock and small coal ; a portion 
of the charge is withdrawn every twelve hours, and fresh layers of stone and fuel added as the charge 
descends the kiln. The burnt stone is carefully picked over and any undcrburnl lumps returned to 
the kiln. The properly calcined material is broken up into small pieces about the size of a hazel nut 
in rotary mills of the coffee-mill type, known as crackers, such as that shown in Fig. 6, and then 
ground to such a degree of fineness that about 95 per cent, will pass through a sieve containing 2,500 
meshes per square inch. The cement is finally packed in paper-lined casks, when it is ready for use. 

Rosendale cement contains a large amount of magnesia, whilst the silica and alumina are 
comparatively low. Thus, samples of this cement contain from about 1 5- 18 pet cent, ol magnesia , 
about 18-25 per cent, of silica and about 2 4 per cent, of alumina. According to Gillmorc- 
the average tensile strength of the neat cement is 104 lbs. per s<iuare inch after .seven days, and the 
average crushing strength after the same period is 546 lbs. per sriuare inch. 

Louisville cement is made from the cement rock obtained at Louisville, in Kentucky. It is 



Fk;. 6.— Cracker of the Cofl'ee-Mill Type. 
A rotary Jine crusher iupplitd by the Sturlevant 
Enginttri/tg Co. Ltd,, London. 


^ Cummings, “American Cements,” 1898. 

® Gillmorc, “ Prac. Treatise on Limes, Hyd. Cements, and Mortars,” 1874. 
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similar to Rosendale cement, but contains less magnesia, averaging about 9 or lO per cent, of this 
constituent. With the exception of the temperature of calcination, the method of manufacture of 
all the American natural cements follows much the same course as that of the Rosendale cement. 


PORTLAND CEMENT 

Portland cement was first made by Joseph Aspdin (Patent No. 5,022, 1824), 
a bricklayer of Leeds, wbo gave it tbe somewhat misleading name by which it is 




still known, probably from a fancied resemblance to Portland stone. The cement 
was otiginaily prepared by lightly calcining a mixture of lime and clay, and grinding 
the product, and It was thetefote a very dlKetent matena\ from that made at the 
present time. The manufacture of this cement has been developed by a large 
number ol investigators, and is at the present time by far the most important of tbe 
hydraulic limes and cements, its superiority over all the others, both as regards 
strength and durability, having led to its use becoming greatly ^tended. This 
cement is the finely pulverised product obtained by heating an intimate mixture of 
calcareous and argillaceous materials to incipient fusion, and grinding the resulting 
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clinker. There is a very wide range of raw materials available for this purpose, 
such as limestone, chalk, cement rock, marls, clay, shale, slate, blast furnace slag 
and so forth. The proportion of the materials taken must, however, be so adjusted 
as to yield a mixture containing about 75 per cent, of calcium carbonate and 25 per 
cent, of aluminium silicates and free silica. 

Mixing the Raw Materials.— The raw materials must not only be mixed 
in the correct proportions, but the mixture must also be uniform and in a fine state 
of division. This is brought about by one of three systems known as the wet, 
semi-wet, and dry processes. 

The Wet Process.— This is the original process, and is now almost obsolete. 
It is, however, still used at some works which employ soft, wet, raw materials, such 



Fig. 8.— Wet Edge-Runner. 


as chalk and river mud or clay. The materials, without any previous drying, are 
mixed in the proper proportions with a sufficient quantity of water, and reduced to 
a fine mud, called the slip or slurry, which contains about 8o per cent, of water. 

This mixing is usually carried out in a wash mill. 

This consists, as shown in Fig, 'j, of a circular or octagonal brickwork (or concrete) tank, at 
the bottom of which is a short central pier supporting a vertical shaft. This shaft is rotated by 
means of a pair of bevel wheels, and carries radial arms from which arc suspeitdcd iron or steel 
narrow frames, joined t^ethcr by means of tte'fods, and carrying the .steel tines. Finally, there are 
outlets ntted with gratings or sieves for the passage of the slurry at intervals around the circum- 
erence of the tank. A modern mill of this type usually has a diameter of about 15 ft., and the 
harrows perform tweniy-foui revolutions pet minute. In a less common type of wash mill the 
ftwrows are held in frames which are secured to the central shaft. The raw materials arc usually 
charged into the mill from skips or tipping waggons, and the water is run in through a pipe. 

After having been churned to the correct consistency, the slurry is run off through 
the gratings or sieves into troughs leading to large reservoirs or backst, where it is 
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allowed to settle, a process taking some weeks. The water is got rid of partly by 
soaking a way through the soil, prtly by an evaporation, but mainly by drawing off 
the dear supernatant liquid at intervals through a perforated board, known as the 
peg-board. When the slurry has become sufficiently dry it is dug out from the 
backs and dried ready {pr the kiln.s. 

In modern practice the waste heat from the kilns is used to dry the slurry for the next charge. 
When the wet process is used on the Continent the slurry is left in the backs until it is stiff enough 
to be plugged and made into bricks, and the latter are dried in tunnel driers {see p. 213). 

The Semi-wet Process. — In this process, which is also known as the semi- 
dry or Goreham process, the slurry only contains about 40 per cent, of water, 
and is therefore known as thick slurry ; it is, however, sufficiently wet to allow of 
its being pumped. 

This method has been in use for over a century at Meudon, near Paris, for the preparation of 
h3’draulic lime, but was only introduced into this country by Goreham in 1870. In America, 
where the old wet process has scarcely ever been employed, this method is known as the “ wet ’* 
process, the term “ semi-wet ” or “ semi-dry ” not being used in that country. 

Wash mills are employed in the semi-wet process as in the original method, but 
the final reduction is usually carried out in mills of other types.. Backs are not 
required, as the slurry passes at once to the kilns. Sometimes, especially when one 
of the raw materials is much harder than the other, a separate wash mill is employed 
for each ingredient, and frequently the harder substance is ground in a wet edge- 
runner, or more usually in a ball mill. If both materials are of a hard nature they 
are both submitted to this treatment. 

The wet edjfe-ninner, shown in Fig. 8, consists of a brickwork or concrete pit, the bottom of 
which is laid witli thick, chilled cast-iron plates. A vertical shaft at the centre ol the pit is rotated 
by means of bevel wheels, and carries the two ruirnvrs, each of which consists of a heavy cast-iron 
boss, to which the chilled iron or roangancsc’steel tyre is secured by means of l>olts. The runners 
are carried on the pins of two cranks, so that they have independent veriical motion, thus diminishing 
the strain on the central shaft. The slurry is discharged through coarse grids, fixed at the circum- 
ference of the pans. Ball nulls for wet grinding are very similar to those used for dry grinding 
(.see p. 93). They are discussed under Manures, pp. 24, 25, but they arc not provided with 
sieves. 

As there is no separation of the large particles by subsidence in the semi-wet 
process, the slurry is not usually sufficiently ground as it comes from the wash mills 
to pass at once to the kilns. U is therefore conveyed by means of a scoop wheel 
or belt elevator to a small feeding tank, from which it passes to the wet mills, 
which are either mills of the ordinary flour-mill type fitted with French burr stones, 
or tube mills. 

In the racKlein ly^rc of mill with stones the lower stone is the runner, and the upper stone is 
fixed. Sometimes rock emery is used instead of burr stone for the face, and in some cases chilled 
iron facings are employed. Tube mills (p. 93) arc largely used for wet grinding on the Continent, 
and also m America, and ihcir use is spreading in this country. When lube mills are used, the 
product has to be reground in another mill. In order to avoid the use of these finishing mills, 
recourse is sometimes had to various expedient.s. Thus, in some works, a series of wash mills is 
employed, and in others some form of sieve is used. In Marg^ett’s process the slurry escapes from 
the wash mill through an iron plate perforated with circular holes | in. in diameter, and is then 
passed through a rotating sieve. This sieve is shaped like an inverted pyramid, and contains from 
400-900 meshes per square inch. As the slurry travels up the sides of the sieve the finer particles 
pass through the meshes and flow away to the pumps, whilst llic coarser particles are driven upwards 
and over the outer edge of the sieve into an annular channel, from which they are returned to the 
wash mill. Very fine slurps is obtained by this method, and the sieve requires very little power. 

sifting device is Clarke's mill, which is shown in Fig. 9. This mill is provided 
With a brush fastened to a rapidly rotating iron plate. The slurry is fed into the tank at the top, 
alter passing through a perforated plate which prevents any large pieces of material from entering 
^ h k thrown by the centrifugal action of the brushes against the periphery of the tank, 

where the finer portion passes out through a number of sieves into an annular trough from which it 
IS conveyed to the mixing tank, while the coarse particles are swept away from the sieves by the 
revolving brush, and are discharged through an opening near the bottom of the tank back to the 
grmding mlll. As in the case of Margett's aeve, very little power is required to drive this mill. 
1 he wash mill is not often used in America, the mixing being usually carried out in heavy edge- 
runners, and the fine grinding in lube mills. 
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The finished slurry is usually run into tanks called mixers, where it is kept 
stirred, in order to keep the composition constant, until wanted. The slurry in the 
mixer is tested, and if the proportions are found not to be correct the required 
addition is made from one of two smaller tanks, one of which contains a slurry 
made entirely from chalk, whilst the other contains a .slurry of clay. 

A gcud type of mixer is shown in Fig. 10. This consists of a brickwork or concrete tank con- 
taining three stirrers, the arms of which rotate at different levels. Some large mixers are circular 
in plan, and the stirring apparatus is arranged on the sun and planet system. Compressed air has 
been recently introduced for stirring the slurry in the mixers. In this case the latter consist of large 
circular iron tanks which are funnel shaped at the bottom. Through the bottom of each tank ixtss 



Fig. to. — Mixer with Thiee Arms. 


several iron pipes al^ut 1^-2 in. in diameter, which are connected with the compressed air 
lam er. Ori admitting the compressed air the contents of the lank begin to “ boil," and become 
very thoroughly mixed. 


Ram pumps of the three-throw type are usually employed for pumping the 

i T b -T formed 

n 0 pricks. Sometimes, however, worm conveyers are used for this purpose, 

especially on the Continent. 
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The Dry Process. — This process was originated in England for the purpose 
of dealing with limestones and shales of the Lias formation, but its greatest develop- 
ment has been made abroad, and especially in America. The process is principally 
employed where hard materials such as limestone, shale, and slate are used, but it is 
also applicable to soft materials. In this process it is necessary to crush and dry 
the raw materials before passing them on to the mixer, as they must not contain more 
than 2 per cent, of water or the mills will become clogged. 

Crushing. — Whenever possible, the crushing is carried out before drying, 
because this facilitates the latter process, but very wet, soft materials have to be 
dried first and crushed afterwards. The type of crusher used depends principally 
upon the character of the raw material. If the latter be hard and fairly dry it is 
usually crushed to about the size of a walnut, either in a machine of the swing-jaw 
stonebreaker type or in a gyratory crusher, whilst if it be soft and moist it is 
usual to employ a rotary crusher of the coffee-mill (see Fig. 6) type or else a 
mill with toothed hedgehog rolls. 

The swing-jaw stonebreaker is the oldest type of crusher, and most of the forms at present 
in use are modifications of the Blake’s stonebreaker shown in section in Fig. ii. In this 
crusher, one of the jaws A is fixed whilst the other I is binged ; both jaws are faced with 
grooved plates of chilled iron or manganese steel J and k“ and the hinged jaw is caused 

to swing Ittckwardsand forwards through a 
very small arc by means of a pitman D, 
which is alternately raised and lowered as 
the eccentric shaft E rotates. The size of 
the crushed materia) is regulated by railings 
or lowering the wedge I., and the return of 
the swing-jaw by the drawback motion, 
V, E, s, T, 1% V. In another design of 
this crusher, the Blake Marsdeo "fric* 
Uonless lever” crusher, the movable jaw 
is swung by means of a pitman and rocking 
lever. In another type of jaw crusher the 
movable jaw is worked by means of a 
lever and cam. The Wl^eeling Mould and 
Foundiy Co. have recently introduced a 
modified swing -jaw crusher called the 
Wheelings forced feed crusher, in which 
a rolling motion is imparted to the jaws, 
thus incrca-sing the crushing power and out- 
put. Gyratory crushers are generally used 
m America, but arc not so popular in this 
country. A sectional perspective view of 
Hadfield’s gyratory crusher is shown 
in Fig. 12. This crusher consists of a hopper-shaped shell n, l>eneaih which is an inverted 
cone A, supported on a casting which also carries the driving machinery. The crushing 
cone k is attached to the hollow shaft T, which is supporteil on the spindle i by means of 
the ball and socket arrangement r, 12. The crushing cone is caused to gyrate by means of a 
lievel wheel with an eccentric lios-s o. The cone mantle s and the plate o which line the 
shell N are made of manganese steel. The stone is fed into the hopper where it is crushed by 
the gyrating cone, and then drops into the inverle*! cone A, from which it escapes from the 
crusher. The sire of the product can 1 * regulated by raising or lowering the central spindle I 
by means of a worm and w<jrm-wheel at the liollom of the machine. Rotary crushers or crackers 
of the coffee-mill type (see Fig. 6) are sometimes employed fiir crushing comparatively soft materials 
and also for reducing the size of the lumps of hard material as it comes from the more powerful 
crushers described alxive, but their use is not at ail general in the manufacture of Portland cement. 
The most suitable mills for crushing soft materials are those with toothed rolls such as that shown 
in Fig. 13. This mill has two hedgehog rollers placed opposite one another; one of iheso is 
supported by sliding liearings in order that the distance between the rolls may 1 * regulated. The 
size of the teeth used depends partly upon the character of the material to be dealt with and 
partly upon the size of the product. 

Drying the Raw Materials.— At the present time rotary driers are 
almost universally employed. The simplest form of rotary drier is describ^ under 
Manures (see p. 35). 

The Ruggles-Coles drier, which is used lo a large extent, is described on p. 84. When 
rotary kilns (see p. 99) are employed the waste gases from the latter are genmlly used to heat the 



Fic. ir. — Section of Broadbent’s Improved 
Blake Stonebreaker. 
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driers instead of employing a separate furnace. Taking advantage of the hot dry atmosphere, the 
Californian Portland Cement Co. dry their wet clay without any artificial aid. During the 
summer the clay is ploughed up in patches and left to dry, after which it is brought to the works 
by rail and stored in bins. 

Grinding^- — The crushed and dried material is next submitted to fine grinding, 
the usual modern practice being either to submit the material to a preliminary 
grinding in mills of various types, and then to finish pulverising the grit thus obtained 
in finishing mills, or to complete the grinding in a single operation and to pass the 
grit through sieves. 

Edge-Ruaners (see fig. 8) are sometimes employed for preliminary reduction, the type most 
frequently used in the dry process having a rotating pan, 



Fig. 12.— Hadficld’s Gyratory Crusher. 


When ^ge-runners are not followed by finishing mills, the ground material is passed through 
sieves or air separators (see p. 28), the coarser particles being returned to the mill for further 
reduction. 

Soft lumpy material, such as clay, is sometimes submitted to a preliminary reduction in 
machines of quite a different type. Bar disintegrators, descril)ed under Manures, p. 26, 
pe in use. A machine which is capable of dealing with harder materials is the Jeffrey pulveriser 
in which the material to be ground is carried around by a spider, to which the hammers are 
attached, and crushed against the breaking plate until it is sufficiently reduced to pass through 
the grating at the bottom of the machine. Sometimes a roller mill is employed as an inter- 
mediary grinder Utween the edge-runner and the finishing mill. These mills are furnished with 
^^^‘yolls which deliver the material at a usiform rate to the grinding rolls. 

The ball was first introduced in Germany, and was originally intended for fine grindit^, for 
which purpose it has not proved perfectly satisfactory, as it does not produce a sufficient quantity of 
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very fine flour. It Is, however, one of the best mills for primary reduction of the crushed material, 
and will probably supersede most of the other types of mill at present in use for this purpose. 

Ball mills vary considerably in constructional details, but the principle has been explained on 
p. 24 under Artificial Manures, the Abb 4 ball mill being there described. The Krupp 
ball mill, shou n in Fig. 14, has a circular drum composed of two wrought-iron side plates carried 
on a horizontal shaft. The inner circumference of the drum is built up of perforated plates of 
tough cast steel arranged so as to form steps. A perforated steel plate surrounds these grinding 
plates, forming a coarse sieve, outside which there is a fine sieve of brass or steel wire, the whole 
being enclosed in a sheet-iron case. The drum is charged with forged steel balls, and the material, 
which is fed in through a hopper at the side of the drum, is crushed by the balls which fall from step 
to step as the drum rotates. The ground material passes through the holes in the grinding plates 
on to the coarse sieve, which retains the larger porticles, and .allows the finer portion to pass 
through to the fine sieve, where the same process is repeated. The portion which succeeds in 
passing all the sieves then falls into the iron casing and is removed, whilst the coarser particles 
retained by the fine or coarse sieves are returned to the interior of the drum, w'here they are further 
reduced. The Jenisch ball mill, made by Messrs Jenisch & Lohnert, is very similar to the 
foregoing, but the fine sieves form the sides of a polygon. In the Kominor mill the grinding 



Fir,. 13.— Roller Mill with Toothed Rolls. 


plates are not perforated. The material is fed in through a hopper at the side, and, after traversing 
the drum, passes through three ports in the opposite side to the coarse and fine sieves, which form 
the frustum of a cone. The finer pr)rtion esc.ipes, as in the ordinary ball mill, hut the coarser 
particles are returned through shoots into the drum, which they have to retraverse l)efore they 
again reach the sieves. Thi.s mill i.s a considerable improvement on the ordinary h&W mill because 
the material receives a much more thorough grinding Irelwecn each sifting. One disadvantage 
which thi.s mill shares with the ordinary ball mill is that it is neces.sary to remove the sieves and 
screens whenever the grinding plates have to be inspected, changed, or repaired. This difficulty is 
obviated in an improved form called the Kominor Fasta mill, in which the coarse and fine sieves 
are in the form of concentric cylinders. Another mill of a somewhat similar l>pc is the cementor. 
Some hall mills, such as the ^olitor ball milt, are made without the fine sieves. In this mill the 
ground material is discharged ihrougli gratings between the steps. The MoUtor ball tube mill 
is a short lul)e mill which is lined with steel step plates in a similar manner to that of the ordinary 
ball mill. The material is fed into the mill through one of the trunnions, which are hollow, and 
discharged at the other end on to a screen surrounded by a dust casing, into which the fine portion 
jiasses, whilst the coarse particles retained by the screen are returned to the drum. Short tube mills 
called crushing^ tube mills or pregrit oulls are sometimes used instead of ball mills for the 
preliminary reduction of the material. Krupp’s pregrit mill i.s of this type. It consists of a 
short wrought-iron lul>e lined with steel plates and barged with steel balls. The material is 
fed in at one end and discharged at the other, through the hollow trunnions. The sievcless ball 
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mill may also be used for grinding raw materials, in which case the use of a coarse and fine mill 
is avoided. 

Various kinds of centrifugal roller mills are used for grinding the raw 
materials. In most cases the grinding is completed in one stage, the mill thus 
taking the place of the combined ball and tube mills. 



The Gnffin mill, which is manufactured by the Bradley Pulveriicer Co., is shown in section 
m J*ig. 15 In this mill the roll 31 is. attached to the shaft i, suspended from the universal 
tI!'^ which is connected to the horizontal driving pulley 17 by means of sliding bearings. 

e grinding chamber, in which the roll swings and rotates, consists of a base pan 24 containing a 
grinding ring, and a sieve frame 44 carryii^ a cylindrical sieve surrounded by a sheet-iron dust 
«ing. Attached to the lop of the sieve frame there is a conical shield 25 through which the 
a passes. The raw material b fed into the hopper 50 and is conveyed by means of the worm 
49 Jfito the base pan, where it is ploughed up by the shoes or ploughs' attached to the bottom of 
hv between the latter and the grinding ring. The finer particles are winnowed 

J e tans 7 and, after passing through the sieve, fall into a receptacle below, from which they 
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are removed by means of a worm conveyei. A larger and more powerful form of this mill is 
known as the giant Griffin. The Bradlej three-roll mill is described on p. 26, under 
Manures. 

In the Kent mill, the Maxecon mill, and the Sturtevant ring-roller mill, the grinding 
pressure is produced by means of powerful springs ; the last-named mill is described under Manures 
on p. 25. 

In the case of all these mills, the ground material must either be further reduced in a finishing 
mill or passed through a separate sifting device, and the coarser particles returned to the mill for 
further grinding. The Roulette mill, which U shown in Kig. 16, is a centrifugal roller mill o'" a 
different type, in which the rollers are replaced by balls. These balls 8 are driven by the lugs 7 
of the driving disc 6 around the grinding ring, which is made in two parts 9 and 10. The material 



Fig. 15.— Section of Griffin Mill. 


*1 automatic feed 31 through the shoot 33 into the mill and ground between 

the balls and the grinding ring. The spider 3, attached to the shaft 2, carries the blades 4 and 5, 
wmen form a fan and throw the ground material against the coarse sieve ii, thus separating the 
coarser particles. The material is then sifted by the fine sieve 12. The coarse particles retained 
by the sieves fall back and arc reground, whilst the fine meal passes through the hollow 
standards into the receptacle below, and is finally removed by a worm conveyer. One of the latest 
"’i- industry is the Fuller Lchig:h null. This is also a centrifugal mill in 
which balls are used instead of rollers. It is sometimes used for both fine and coarse grinding, 
but the manufacturers only recommend it for the former, 

•1?^ most common form of finishing mill at the present time is the tube 

mil, which was introduced into the cement industry about 1895. This is 
desenbed under Manures on p. 24, Among the types used in the cement 
industry may be mentioned the Davidsen tube mill, Krupp’s tube mill, and 
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the Polysius tube mill. The most usual method of rotating the cylinders of tube 
mills IS by means of a spur tvheel, but sometimes bevel gearing is used instead and 
other systems, such as the Lenix drive, are also occasionally employed’ In 



Fic. 16.— The Roulette Mill. 

nearlftli^i.*^'^''^* ^ weighted jockey pulley causes the driving belt to pass around 
I e-quarters of the circumference of the small pulley on the driving shaft. 

in which the ball mill is combined with the tube mill, are 

VOt.. 
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Lbbnert's compound mill is shown in h'igs. 17, 18. The material, reduced to about the size of 
a hazel nut, is fed in through the hollow Irunnion at the hall mill end, which is lined with stepped 
grinding plates and charged with steel balls. The coarsely ground material then passes through the 
ports to the coarse screen, where the larger particles are returned to be further reduced, and the 
remainder passes through to the cylindrical fine screen enclosed in a steel casing arranged con- 
centrically with the drum. The portion which passes through this screen is conveyed by means 
of shoots to the central opening of a diaphragm placed between the two sections of the mill into 
the tube mill portion, where it is reduced to fine flour, and discharged through openings in the end 
plate into the dust casing. The lube mill portion Ls lined with plain steel plates, and is supported 
at the discharge end by means of a tyre bearing on friction rollers. The mill is rotated by means 
of a spur wheel attached to the end plate at the feed end. The solo mill made by Messrs Polysius 
is somewhat similar in principle. 

In suitable cases, as when the raw materials are fairly pure and of regular 
composition, they are mixed in the required proportions after drying and ground 



Fig. 17.— Lohnert’s Compound Mill— External View. 



Fig. 18. — Lbhncrt’s Compound Mill — Section. 

together. In most cases, however, the materials are passed separately through 
the coarse grinding stage and stored in separate bins, from which they are 
withdrawn by means of worms, weighed in automatic weighing machines, and 
discharged into a conveyer which mixes and carries the mixture to the 
finishing mills. The finely ground material from the finishing mills is technically 
known as raw flour, raw meal, or compo. It is conveyed to the storage bins 
or silos by means of spiral or other conveyers, and is tested on its way for 
fineness and composition, the necessary corrections being made in the latter if 
required. 

In order to render the composition uniform the contents of the silo are kept stirred by means 
of some mixing device. The silo shown in Fig. 19 conUsts of a shell with a hopper-shaped bottom. 
The material is fed into the cell by means of a worm conveyer situated at the lop, distributed by 
means of rollers along the trough of a second spiral conveyer* situated at the bottom of the silo, and 
then relumed to the upper conveyer by means of an elevator, the process being continued over 
and over again. 
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When rotary kilns (see p. loo) are employed the dry raw flour is conveyed 
direct to the small storage bins which supply the kilns, but where stationary kilns 
(see p. 103) are used the raw flour from the mixing silos is made into briquettes. 

In one method of briquetting the flour is conveyed from the silos to a pug mill, where it is 

ground up into a very stiff paste containing about 18-25 P®*” cent, of water, and as it leaves the 

mill the paste is cut off into short lengths by means of wires, and 
moulded in a plastic brick-making machine, one of which is shown 
in Fig. 20. The briquettes thus obtained are dried, generally by the 
waste heat from the kilns or in tunnel driers. In the latter method, 
which is chiefly used on the Continent, the bricks are stacked on 

waggons and slowly conveyed through tunnels from 100- 120 ft. 

in length, through which a large volume of hot air is passed in the 
opposite direction to the wagons (see p. 213). 

In another method of briquetting the flour is converted into a 
much drier paste containing about 8-10 per cent, of water, and this is 
made into bricks hy stamping or pressing, in special briquette-making 
machines, such as those detcrtl>ed in Vol. I., p. 22, under Briquette 
Making, Among machine.s used in the cement industry may be 
mentioned the President Dry Press and the Eggette moulding 
machine. The latter produces spherical blocks. 

Sometimes the raw material and fuel (usually coke breeze) are 
mixed together and formed into l)riquetles. In sonje cases a little lime 
is added to the raw material in order to increase its binding power, 
and natural cement has also Ijeen used for this purpose in America. 

Sometimes a combination of the wet and dry processes is employed, 
a dry flour being prepared from the hard material and a wet slurry 
from the soft. The two materials are then mixed in the correct propor- 
tion in a pug mill and made into briquettes. 

Burning to Clinker.— The mixed dry raw materials >9.-''ixmg Silo, 
are now heated to the point of incipient fusion (/.e., almost 
to white heat) in kilns. 'Tlic modern kilns employed for this purpose vary con- 
siderably, but they may be classified under two heads, rotary and stationary 




Km. 20. — Plastic Biick-Making Mvichinc. 


nt vertical kilns. The latter are usually of the conliiniotis type, but stationary 
intermittent kilns are still used in some old works. The rotary kiln is the most 
popular type at the present time, and will therefore be described first. 


THE ROTARY KILN 

The rotary kiln is the most modern form of cement kiln and also the most 
popular, especially in .America, where it is rapidly becoming universal. It consists 
essentially of a steel cylinder, lined with fire-brick, which is capable of being slowly 
rotated about an axis slightly inclined to the horisontal. The raw material is fed 
n at the upper end, and the fuel and air are injected at the lower end. The burnt 
wpt dischai^ed at the lower end. The raw material may be prepared by 

' I y tBethods, but the latter is usually employed when one or both of the 
a erials is of a hard nature. It is more economical to use a longer kiln when wet 
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material is employed than when 
the latter is dry, because the waste 
gases can be utilised to remove 
some of the water. 

At the present time the usual 
length of the cylinder is from loo- 
150 ft., and the diameter is from 
6-8 ft., the largest in use being 
about 250 ft. long, and 9 ft. 9 in. 
in diameter. Although the cylin- 
ders usually have parallel sides, 
they are occasionally made taper- 
ing at the end where the kiln enters 
the flue, and, frequently, one por- 
tion is made of larger diameter 
than the rest, as shown in Fig. 21. 
Although this form of cylinder was 
first made with the simple object 
of utilifing two short cylinders of 
different diameters, which would 
otherwise have had to be scrapped, 
it has been proved to give a larger 
output with a greater economy in 
fuel than the ordinary parallel-sided 
form, and the tendency of the 
clinker to adhere to the lining is 
also det^eased. 

The cylinders are usually made of 
steel plate riveted ti> l>ult straps ami 
lined with a suitable material. Oidinary 
stock bricks nray be u-^ed to line the com- 
patativeiy cool «ji|)er end nf the cylinder, 
or this portion may be left unlined, and 
common fire-lwicks may be used for ibe 
central jwtion, but for the hot lower end 
or burning zone these will not do, as, 
owing to the large percentage of silica 
whicn they contain, they behave .as .an 
acid towards ihe Itasic cement clinker, 
with ihc result that the lining is soon 
ileslroyed. Bricks containing al*out etjnal 
projKirlionsof alumina and silica are often 
used for this portion of the lining ; mag- 
nesia bricks have been empl(»yed, but 
although of a highly lasic nature, have 
had to l>e aliandoned Ijecause of their 
tendency to crack and shrink. Bauxite 
bricks have also l^cen used to a limited 
extent, but have been found weak and 
friable. A cheap and efticient lining 
which is often used is a concrete made 
wiih about 2 parts of hard burnt clinker, 
and i-ii parts nf cement. The clinker 
must be, at least, small enough to pass 
through a .sieve with a half-inch mesh. 
A layer of asbestos has occasionally been 
employed behind the fire-bricks, but the 
plan is of doubtful value, and has not 
received much favour. It is usual 
spread a protective coating of the clinker 
itself over the lining when starling the 
kiln. The cylinder is carried on two or 
three pairs of roller bearings, placed at a convenient distance apart. The roller bands or tyres, 
which are of steel, may be riveted directly to the cylinder, but, io order to allow for the expansion 
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of the latter, it is more usual to make them about 3 or 4 in. larger in diameter, and to attach 
them to the shell by means of steel bridge pieces supported on blocks. The rollers upon which 
the tyres bear are fastened to sole plates. It was formerly usual to employ two pairs of rollers to 
support each tyre, but the modern plan is to use two single rollers (see Fig. 22). 

The kiln is rotated by means of a split toothed wheel, which is usually attached to the cylinder in 
ihe same manner as the roller hands, or .sometimes by means of tangential steel strips. The 
toothed wheel is actuated by a worm-wheel driven by means of a suitalde reduction gearing. The 
speed of rotation depends partly upon the slope of Ihe kiln— which n^ay vary between 3^ and 7 per 
partly upon the nature of the raw materials, and partly upon the thermal conditions inside 
the kiln ; it usually varies between 20 and 60 revolutions per hour. In order to enable the feed, etc. , 
to be under proper control, it is the common practice to employ some means of regulating the 



speed at which the kilns are driven. This may he done by means of separate motors provided 
with controllers for each kiln, but it is more usual loemploy a three-speed gear, or to have pulleys of 
different diameters on the driving shaft. 

At the upper end the cylinder terminates in a flue leading to a chimney. As the kiln ^ses are 
heavily laden with dust, it is necessary to pass them through sonic form of dust chamber in order 
to collect the dust before they reach the chimney. This dust collector usually consists of two 
chambers separated by means of a wall, in the bottom of which are openings. The gases are 
caused to pass downwards in the first chamber and through the openings into the second 
chamber, from which they pass to the flue leading to the chimney. The dust may he removed 
from the chamber either continuously or periodically. 

T he apparatus for the introduction of the raw material into the kiln is placed 
above the dust chamber. When the material is prepared by the semi-wet process 
the slurry is pumped from the mixers into a large storage tank, from which it 
passes into a small receiver, and hence along the feed-shoot into the kilns. In 
some cases, however, the large tank is dispensed with. But when the material is 
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prepared by the dry process, the flour may be fed in from the storage tanks by 
means of a worm conveyer in a water-jacketed case, as in the usual American 
practice, or it may be fed by means of a worm into a trough, along which it is 
carried by means of knives or arms attached to a rotating shaft. As the material 
travels along it is wetted by means of a perforated pipe placed over the trough, 
and finally falls in small lumps into a shoot leading into the kiln. 

At the lower end of the cylinder is the kiln hood, which in modern plants 
is usually mounted on wheels, so that it can be run back when required, thus 
giving easy access to the interior of the kiln. 

The hood is usually made of steel plate lined with fire-brick, and is provided with a door, two 
or three sight holes, and the burning attachments. 

The fuel used in modern practice is almost always fine bituminous coal dust, 
though natural gas, producer-gas, and petroleum are used to some extent. The 
coal must be thoroughly dried and very finely ground so that it only leaves a 
residue of about r5 per cent, on a sieve containing rSo meshes to the linear inch. 

As this finely divided coal is very explosive, great care has to he taken in handling it, and it 
cannot be stored, hut must be u.sed as soon as it has been ground. When an initial crushing is 
retjuired before drying this i.s usually carried out in bedgcliog rolls (sec p. 94), but sometimes the 
swtng jaw- crasher (see p. 92) or crackers of the coifee-mill type (.see p. 86) are employed. The 
coarsely powdered coal is then dried in a drier, which is generally an inclined rotating drum similar 



Flu. 23.— Coal Dust Burner Attachment. 


to that described on p. S4 ; it may be heated l.y means of the hot air from the clinker coolers, or 
by a separate furnace. The dry coal is then ground in mills in the same manner as the law 
materials in the dry process (see pp. yj (/ the most usual mills cmploved for the purpose being 
the Griffin mill (see n. 96) and the trail ami tube mills (see pp. 24, 96). 

The powdered coal is conveyed to hoppers placed over the lower end of the 
kiln, from which it is fed by means of a variable speed gear into the hot air 
tube. In most modern plants the coal dust falls through a shoot to the hot air 
pipe at a zone near the kiln hood. The hot air blast is usually obtained by means 
of a fan. Ihe main object of this air blast is to disperse the coal dust and cause 
its rapid ignition, the greater portion of the air required for the combustion being 
conveyed into the kiln through the coolers by way of the clinker discharge shoot. 
When the kiln is started the coal dust is ignited, and the temperature of the lower 
end of the cylinder is raised to white heat. As the raw material gradually descends 
the kiln it first gives up any water which may be present ; when about half-way 
down it evolves carbon dioxide, then becomes heated to the clinkering temperature 
and forms into little balls, when it reaches the lower third of the kiln, and is finally 
discharged through a shoot at the lower end into the cooler. 

In most European plants the cooler is an inclined rotating cylinder about 30-50 ft. in length, 
and 4-5 ft, in diameter, the interior of which is provided with a number of channel irons. As 
the cylinder rotates, the clinker is continually lifted up by these irons and caused to fall, thus being 
exposed to the current of air which passes through the cooler on ils way to the kiln. The cooler thus 
serves the double purpo.se of cooling the clinker and healing the air supply of the kiln. The cooling 
cylinders are supported and rotated in a similar manner to Ihe kiln. The Smidth cooler is horizontal, 
and IS surroundetl for half its length by a second cylinder. The hot clinker first passes through the 
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inner tube, and then travels backwards through the annular space between the cylinders, after which 
it is discharged into a hopper. Vertical coolers arc very popular in America. The older forms 
consist of a vertical tower, the interior of which is provided with conical surfaces. The hot clinker 
is discharged from the kiln into a pit, from which it is raised by means of an elevator to the top of 
the cooler, in descending which it is spread over the conical surfaces, and thus exposed to a 
current of cold air supplied through branches from a central blast-pipe. The clinker may also 
be partially cooled by sprinkling with water as it descends info the elevator boot. The whole of 
the heat given up by the clinker is lost when coolers of this type are used, but a portion of the heat 
may be utilised in some forms of the vertical cooler, such as the Mosser cooler shown in Fig. 24. 
The cold air enters through the central blast-pipe, 
and passing through holes arranged in rings at 
intervals of 5 ft. along the pipe, enters the inner 
cylinder, where it cools the clinker. The heated 
air then passes through holes in the wall of this 
cylinder into the outer one, from which it is con- 
veyed to the coal feed. The holes in the blast- 
pipe and inner cylinder are protected by shields in 
the manner shown in the figure. In shaking 
coolers the hot clinker from the kiln falls into 
an enclosed inclined tray, the bottom of which is 
formed by a series of steps. The tray is kept in 
motion by means of cams carried on a revolving 
shaft, and the shaking motion thus imparled to 
the clinker gradually spreads it over the steps and 
carries it to the lower end, where it is discharged. 

Cold air is drawn in at both ends of the tray, and, 
after cooling, the clinker is discharged into (he hot 
air chamber from which the kiln is supplied. 

The rotary kiln is very economical in 
labour, but not in fuel, as it requires from 
30-35 lbs. of coal per loo lbs. of burnt 
clinker. The output depends upon the 
size of the kiln, the process by which the 
raw materials are prepared, the fusibility 
of the raw materials, the quality of the 
coal, and the experience of the burner. 

STATIONARY OR VERTICAL 
KILNS 

The old-fashioned dome or bottle 
kiln resembles the common lime-kiln, 
but has a conical chimney in order to 
increase tlie draught. It is quite obsolete, 
but there are several modifications still in 
use in some old works. In the Johnson 
kiln {Patent No. 1,583, 1872), which is 
shown in Fig, 25, there is a long horizontal 
arched flue connecting the kiln, which is , 

of the bottle-shaped type, to the sonic- Fu;, 24.— Mosser Vertical Cooler, 
what lofty cylindrical chimney. This flue 

IS of the same width as the kiln, and is of sufficient length to hold enough wet 
slurry for the next charge. 

The somewhat similar Gibbons kiln has two or more drying chambers which are used alter- 
nately ; the hot gases pass both over and under the wet slurry, thus giving a larger healing surface, 
n the Batchelor kiln there ate two arched chambers placed one above the other with flues 
enealh the lower tier. The hot gases from the kiln pass through the drying chambers and flues, 
us drying the slurry from above and below, and arc finally discharged through a chimney at the 
rear. In many cases one powerful shaft is made to serve several kilns. SpACkman’s kiln is 
esigned for the use of slurry which is made into bricks. The kiln is of the ordinary form with 
^nd a rectangular drying chamber is arranged alongside at a convenient level for 
cff W(onth of the conical chimney is provided with a damper, which is closed when the 

mnustion is nearly completed, whilst the dampers of the undei^round flues leading to a lofty 
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chimney are raised. These flues pass under ihe drying chamber, and the hot gases enter the latter 
through holes in the floor, thus drying the contained bricks, the heat of the cooling kiln being quite 
sufficient for this purpose. 

The Hoffman ring kiln (described under Brickmaking, p. 218), was 

originally introduced for 
the burning of bricks, 
but it is also used for 
burning lime and Port- 
land cement clinker. 



This kiln is very econo- 
mical in fuel, but expensive 
in labour. It is largely used 
on the Continent, but has 
not proved very successful in 
England. 

Most of the con- 
tinuous stationary 

Fig. 25.— The Johnson Kiln. kilns are very narrow 

in proportion to their 

height, and are therefore known as shaft kilns ; they are also known as 
StagfC kilns {Eta^eofin), because they are sometimes divided into zones or 
stages. These kilns are Iretter suited to the dry process of 
manufacture than the wet, the raw meal being made into 
briquettes which are dried in separate drying floors or 
tunnels. They are more common on the Continent than 
in this country. In some of the modern forms forced or 




induced draught is employed, as this leads to more rapid 
production and greater economy. In this case the chimney 
need not be so high as in the older types ; there is, however, 
more risk of over-burning and fusing the clinker. 

A modern form of the Dietzscb kiln is shown in 
Fig. 26, which represents two kilns placed back to back, 
this being the usual arrangement. 

The kiln consists of four zones or chambers placed one alH»ve ilic 
other and surmounted by the chimney-shaft. At the lop is the pre- 
heating zone A, into which the dry slurry in the form of half bricks 
is introduced through the loading eye K, and gradually heated to red- 
ness by the hot gases as they pass from the lower pail of the kiln on 
their way to the chimney. The pre heating zone is inclined at its 
lower end towards the burning zone b, where the fuel is ferl in through 
the doors Y. The mixture of cement material and fuel is drawn dowr^ 
by means of rake.s passed through openings in the shaft into the clinker- 
ing zone c, from which it passes into the cooling zone l>, any masses 
which remain stuck to the walls lx;ing pushed down by means of iron 
tools thrust through the openings g. The burnt clinker in the cooling 
chamber is cooled by means of air entering the grate H, and is with- 
drawn at regular intetvals, more raw material and fuel being added 
through E and v to take its place. 

The fuel is usually small coal, which should be of good 
quality, the amount used being about 17-20 per cent, of 
the weight of the clinker produced. The output of the 
double kiln is from 20-30 tons per day. 



Fig. 26.— The DieUsch 


The Aalborg kiln, shown in Fig. 27, is of Danish origin, and is 
now extensively used throughout the world. The clinkcring zone is 

considerably constricted, and the cooling zone is conical in section with the larger diameter 
downwards. The raw material is fed in at a, and the fuel (coal) through a number of channels 
which slant downwards m as to enter the kiln below the clinkcring zone. These firing holes 
are closed by means of iron covers when not in use. This kiln Ls very economical, the output 
is from 12- 14 tons per day, and the coal consumption is only from 12*15 
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the weight of burnt clinker. The “R” kiln is somewhat similar to the Aalborg, but there are 
two pre-heating chambers with a passage between, the floor of which is perforated for the intro- 
duction of the fuel (small coal): these holes are closed by covers when not in use. There are 
also openings in the walls of the shaft for assisting the descent of ihc clinker. The kilns are 
arranged in groups surrounded bv a kiln house, which usually has four floors besides the 
round floor. The top floor is the charging floor, the next is the firing floor and the other 
two are for gaining access to the clinkering and cooling zones. The output of this kiln is 18 
tons per day, and the coal consumption about 16 per cent, of the weight of clinker produced. 
The Stein ribb^ differs considerably from the shaft kilns already described. It consists 
of a cylinder from 6 ft. 6 in. to 8 ft. in diameter, and from 23-30 ft. in height, built up of 
cast-iron rings with channels on the outadc. The cylinder 
is supported on short columns of masonry, and the lop is 
covered by a conical iron hood furrrished with four holes, 
which may be closed by means of doors for the purpo.se of 
charging. Above this hood is the chimney, which is pro- 
vided with a damper at the top in order to r^ulale the 
draught. The kiln has a special form of basket grate which 
facilitates the operation of drawing the clinker. It is 
claimed for this kiln that, owing to the rapid cooling of the 
\vall.s, the clinker shows no tendency to adhere to the sides. 

The output of a kiln of the largest size is alwut 15-16 
tons per day. 

Among other well-known kilns may l)C mentioned the 
Schneider, the Hauenschild, and the Hotop kilos, all of 
which possess some advantage. 

storing; and Grinding the Clinker.— The 

clinker may be ground as soon as it is cool, or it 
may be stored for a time before grinding. In the 
case of rotary clinker, storing for a period of 
about two to six weeks is sometimes resorted to 
in order to soften the clinker; the effect of this 
treatment depends, however, upon the degree of 
burning, and the composition of the clinker. 

Low-liraed clinkers readily fall to [wwder, and those 
which are higher in alumina crumble more readily than 
those which are more siliceous. The sloiing may also he 
carried out for the purpose of having a reserve of clinker 
upon which to draw when required, or for other reasons. 

The clinker from vertical kilns always con- 
tains some under-burnt and over-burnt material, 
the former being known according to its colour 
as half-burnt, slack, or pink. Under burnt 
clinker is a comparatively soft material and gener- 
ally has a greenish-grey colour, but is often yellow 
or pink, and may even possess a reddish or purple 
tint. Over burnt clinker is a dense, hard, non- 
porous material with a metallic appearance, and is 
genenally of a dull bluish-black colour. Properly 
burnt clinker is a dark brown or greenish black, Fn;. ay.—.kalborg Kiln, 
more or less porous substance, somewhat resem- 
bling coke in appearance. Before the clinker is ground it is necessary to pick 
out carefully all the under-burnt material, which is thrown aside to be reburnt, 
rhe over-burnt material should also be removed, but this is of less importance, as 
It IS merely an inert substance, whilst the under-burnt clinker is actually harmful. 
1 he clinker from rotary kilns is in the form of small rounded lumps which are 
much harder, and usually much darker in colour, than that ptoduced in vertical 
kilns, and like the latter it usually contains some under-burnt and over-burnt mate- 
rial, though, as the kiln is under more complete control, these should only exist in 
comparatively small amounts. 

It is sometimes necessary to add a little gypsum or plaster of Paris to the 
clinker in order to regulate the setting time. This is especially the case with 
rotary clinker, which sets almost instantaneously if it is ground as it comes from 
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the coolers without any further treatment. The setting time may also be regulated 
by watering the clinker, or a combination of the two methods may be employed. 
The clinker from vertical mills is first crushed to about the size of a hazel nut 
in a coarse crushing machine. The crushed material is then ground fine in the 
ball mill, followed by the tube mill. 



In Germany a sieveless ball mill has been recently inUoduced, in which the finer particles arc 
removed from the mill almost as soon as they have been produced by means of a selector sifting 
machine. The output of this mill is said to be about 20 per cent, higher than that of any other 
type for cement of standard fineness, or a superfine cement Icnown as selector cement may he 
prepared at the same cost as ordinary Portland cement. This cement is, of course, in no way 
superior to any other Portland cement ground to the same degree of fineness. 

Rotary clinker is usually small enough to go straight to the grinding mills without any 
previous crushing, and is therefore usually conveyed by means of shaking or tray conveyers from 
the cooler to an elevator, which delivers it to the hopper of the grinding mill or to the clinkcf 
store. It is, however, sometimes necessary to jass it through the crushing rolls in order to cru.sh 
any large balls which it may contain, or these lialls may be separated by means of a coarse 
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sieve or grid placed at the end of the cooler. On account of its extreme hardness rotary 
clinker is more difficult to grind than that from vertical kilns. The tube mill is especially suitable 
as a finishing mill in the case of rotary clinker, as it offers a ready means of regulating the setting 
time by adding steam during grinding. This method, which is due to Bamberg consists in 
passing steam under a suitable pressure into the mill through the hollow trunnion at the feed end ; 
tlie time of setting of the finished cement will depend upon the pressure of the steam admitted. 

When edge-runners are employed for grinding the clinker the ground cement 
is conveyed from the mills to an elevator which raises it to the sieves, by which 
the coarser particles are retained and returned to the mills for further reduction, 
whilst the fine flour passes on and is conveyed to the warehouse, where it is 



deposited in bins or silos. The sieves used are of various kinds and shapes. 
Revolving sieves which are circular, hexagonal, or octagonal in cross section are 
often used, as are also flat shaking sieves. Air separators are often employed 
instead of sieves for separating the cement, and their use is rapidly increasing. ■ 
The air separator is described under Manures, p. 28. 

Storing and Packing. — The finished cement is conveyed by means of 
elevators and conveyers to the storage bins or silos, where it is usually kept for a 
few weeks before packing. 


* H. K, G. Bamlier, Traus. Cmcrete lust., 1909, I, 106, 132. 
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Most works in this country employ Aat-bottomed bins, the Aoors of which are level with the 
loading; platform, and the cement is dug out from these and packed by hand. In some Continental 
works, silos with hopper-shaped bottoms are u^ed, as shown in Fig. 2 $. The cement is discharged 
through a spout into sacks or barrels placed beneath, the packing often being done by means of 
automatic machines. In most American W’orks the silos has*e slightly sloping floors, and auto- 
matically discharge their contents into a common tunnel. The cement is transmitted by meaos 
of a screw conveyer placed in the tunnel to the packing room, where it is elevated to a hopper 
beneath which the automatic Ailing machines are arranged. Portland cement is packed in sacks 
or barrels, shaking machines often being employed in order to ensure the cement being well 
shaken down. 

Dust Collectors. — As might be expected, a large amount of dust is generated 
at most of the stages of the process of cement manufacture, and as this dust is 
not very objectionable, but represents a considerable financial loss, it is very 
advantageous to collect it by some means. Expansion chambers are the only 
means available for separating the dust from gases at a high temperature, as 
in the case of the air from the driers, kilns, and coolers. They may also be used 
for collecting the dust from the crushing and grinding mills, but filters and collectors 
depending upon centrifugal force are also employed. In the first case the air is 
usually drawn by means of a fan through one or more sheets of cloth held in light 
frames. Often, as in the case of the Beth dust collector, shown in Fig. 29, the 
filters are in the form of cylindrical sleeves, which are automatically cleaned of 
adhering dust, and sometimes the filter itself is caused to revolve. Those collectors 
which depend upon centrifugal force are less satisfactory than the dust filters. 

Weighing Machines. — The use of weighing machines at various stages of the manufacture 
of cement is indispensable in modern practice. These are often of llie steehyard type, sucli 
as the ordinary platform weighing machine, ot the hopper weighing machine, in which the 
maleriai is fed into the hopper until the required load is obtained, when it is di.schargcd 
by means ol a lever which operates on the door in the bottom of the hopper. In most cases, 
however, automatic weighers ate to be recommended. Avery’s automatic hopper weigher is 
much used. The rotating weigher and the Blake Denison automatic weighers arc also good 
machines. 

Automatic weighing machines are also employed for weighing the material into sacks or battels, 
In Simon's dnaUess sack filler and weighing machine the sack is attached to a trunk which 
is su.spended from one arm of the balance beam, whilst the wcigljis are suspended from the other. 
On working a lever the filling operation commences, and as soon as the sack contains llie required 
amount, the supply is automatically cut off. Four bags per minute can Ite filled with this machine. 
An automatic cask-filling machine is also on the market. 

Composition of Portland Cement. — Although, as stated on p. 88, Port, 
land cement may be made from a great variety of raw materials, the composition of 
the finished product is practically constant. The essential constituents are lime, 
alumina, and silica ; less important components are magnesia, oxide of iron, and 
the alkalis, whilst sulphur is usually found in small quantities, being either derived 
from the raw materials or the fuel, or added intentionally in the form of gypsum 
or plaster of Paris. Carbon dioxide and rvatcr do not exist in any notable 
quantity, except in old or improperly burnt samples. It is usually stated that 
there should be no free lime present, or the cement will "blow” and disintegrate 
after setting, but it is very improbable that ordinary free lime is ever found 
in true Portland cement. According to the British Standard .Specification for 
Portland cement {1915), the proponions of lime to silica and alumina (calculated 

in chemical equivalents) must not be greater than the ratio . = 2.85, or 

SiO.^ + Al.jOj 

less than the ratio ?, = 2.0, and according to the German " Normen " the 

SiO., + AI,p3 “ 

ratio of lime to silica and alumina must not be less than 1.7, the ratio being based 
on actual weights. 

Magnesia is nearly always present in small amounts, Ix'ing derived from the raw materials. 
Free magnesia behaves in a similar manner to free lime, Iwl slakes much more slowly, the time 
taken being proportional to the temperature to which the material has l^en exposed in the kiln. 
Magnesia combines with silica and alumina to form silicates and aluminates similar to the corre-s- 
pondii^ calcium compounds, but which become hydrated much more slowly, so that a cement con- 
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sisling of a mixture of calcium and magnesium silicates and aluminates is likely to suffer disruntion 
after setting. According to Messrs Newberry' the silicatesand aluminates of magnesium possess no 
hydraulic properties, and mf^nesia is incapable of replacing lime in cement mixtures The British 
Standard Specification ( 1915) does not permit more than 3 per cent, of magnesia in Portland cement 
whilst the German “ Normen allows as much as 4 per cent. ’ 

Portland cement owes its colour to the oxides of iron which it contains. At the clinkerine 
temperature these combine with the lime to form ferrites which, according to Le Chatclier slake 
and decompose in the presence of water, but do not set. If any calcium sulphide should be present 
ill the cement, this reacts with the iron compounds wiih the formation of ferrous sulphide which is 
afterwards oxidised to ferrous, and finally to ferric oxide, ^ ' 

The only alkalis usually found in Portland cement are soda and potash, which are mainly 
derived from the clays and clay shales. They are usually present to the extent of about 0 e-i per 
cent, m the form of silicates, some of which are soluble in water, and may therefore play an im- 
porlanl part as carriers of silicic acid during the setting of cement. ^ ^ 

The sulphur in Portland cement is derived partly from the calcium sulphate and iron pyrites 
(iron sulphide, h eSj) present in the clay and clay shales, and partly from the fuel. In addition to 
this sulphur, a small amount of calcium sulpliate, in the form of plaster of Paris or gypsum 
is freijuently added after calcination. The British Standard Specification (191:) allows a 
maximum of 2.75 per cent, of sulphur Irioxide (sulphuric anhydride, SO3), and the German 
“ Normen fixes the limit at 2.5 per cent. The action of these small amounts of added calcium 
sulphate is beneficial, as it retards the setting of the cement, which would otherwi,se be loo rapid 
In larger amounts it is injurious, (lattly because it is a much softer substance than cement and 
partly because it is liable to be washed out of the mortar on account of its comparative solubility in 
water. The presence of sulphur m the raw materials is always objectionable, because it leads to 
the formation of calcium sulpho-aluminate, which is highly expansive, and also because of its 
tendency to become reduced to sulphide in ihe kiln. Thus, calcium sulphate is liable to become 
reduced to calcium sulphide, which then decomposes Ihe iron compotind.s wilh tlie formation of 
iron sulphide. 

The following are typical analyses of Torlland cement 



I.iuie • 

Silica • 

! Alumina 
Ferric oxide - 
! Magnesia • 

‘ Alkalis 

Sulphuric anhydride 
VVater and carbon 
Dioxide 

Insoluble residue • 


No. 1.- 

No. 2. 

No. 3. 

62.50 

61.93 

61.07 

24.00 

20.94 

21.74 

6.10 

7 - 56 

8.01 

2.44 

5.02 

4-35 

!.I 6 

1.20 

1.04 

0.41 

091 

0.83 

1.40 

0.92 

0.94 

*j 55 

0.95 

o.8( 

0.44 

0.64 

i.oS 

100.00 

10006 

99.88 


rnn of Portland cement do not, however, depend so niucli on the proportions of the 

(innV as on their stale of comhinaiion, and a great deal of work has been 

clink-pl^ncT composition of cement clinker and the process of setting and hardening. At the 
Hhimin ,f combines with silica, alumina, and oxide of iron to form calcium silica'tes, 
aiunnnaies, and perhaps alumino-silicates, such as- 


Tricalcinm silicate? • 
Tricalcium aluminate 
Tricalcium alumino ferrite 
Dicalcium silicate - 
Dicalciuin aluminate 
Monocalcium silicate 
Monocalcium aluminate 


3CaO.SiO..? 

3CaO AloO^. 
3Ca0.Al20\Fe.0g. 
aCaO.SiO.j. 
aCaO. AlgO^, 
CaO.SiO.^. 
CaO.ALO;^ 


imtiortini "•'ove mentioned compounds were until recently considered to be Ihe most 

ami inileml 8“><l Portland cement, but this view has had to be considerably modified, 

who tricalcium silicate is somewhat doubtful. According to Le Chateliei' 

° *'** earliest investigators in this field, tricalcium silicate is the constituent to which 

” Ptivar.?'’ Newberry, /narB, Sk. C*e«. /m/., 1897, t6, 8S7. 

Le hy Messrs The Associated Portland Cement Manufacturers (rooo) Ltd. 

II, -uc. « G,,- 94 » ^ 7 » 9^1 *05® > AnmUs des MineSy 1887 (8), 

> « our la Constitution dcs Mortiers Hydranitques,” 1904. 
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the hardening of Portland cement is due. It cannot be formed by the direct combination of lime 
and silica, but is produced in the cement clinker by the fusion of lime and silicate. The dicalcium 
•silicate forms twinned crystals, which, owing to the unequal contraction of the opposed faces, 
separate on cooling and thus cause the spontaneous disintegration of cement clinker, whilst mono- 
calcium silicate is unacted upon by water, and therefore can have no effect upon the hardening of 
cement. The initial selling of cement is principally due to tricalcium aluminale, but also to di- 
and monocalcium aluminaies, as all three compounds set in water. These views were generally 
accepted until recently, although S. B. and W. B. Newberry ' found that when powdered tricalcium 
aluminate was mixed with water it cracked after setting and completely disintegrated when immersed 
in water. They also claimed to have prepared tricalcium silicate by the direct union of lime with 
silica. According to these investigators the most important constituents of Portland cement are 
tricalcium silicate and dicalcium aluminate. More recently, however, Day and Shepperd * have 
shown that tricalcium silicate cannot be prepared from lime and silica alone, and that calcium 
oxide occurs in cement in a crystalline form, in which, although not indifferent to water, it is much 
more slowly acted upon than the ordinary amorphous variety. They consider that the substance 
obtained by Messrs Newberry consisted of a solid solution of calcium oxide in dicalcium silicate. 
The same investigators together with Rankin * have shown that probably the only calcium aluminate 
occurring in Portland cement is the tricalcium salt, ^CaO.AloO;,. Shepperd, Rankin, and Wright ^ 
have since found that tricalcium silicate can be obtained by adding alumina to a mixture of lime 
and silica, but that it is unstable at its melting |>oint, and neither takes up calcium orihosilicate nor 
lime in solid solution, nor forms eutectics with these compounds. The composition of cement 
clinker has also been investigated by means of the microscope by methods similar to those employed 
in mstallography. At least four different kiiuls of crystals have been observed, for which 
Totnebohm has proposed the names “alite,” “bclite,” “celite,” and “felite” (see p. J25), 
According to Richardson^ cement clinker should Ire regarded as an alloy. In the case of pure 
cement the ‘'alite” is a solid solution of tricalcium silicate in tricalcium aluminate, and the “celite"' 
a solid solution of dicalcium silicate in dicalcium aluminate, whilst contmercial Portland cement is 
a more complex alloy containing compounds of iron oxide and lime corresponding to the aluminates. 
The magnesia, alkalis and sulphuric anhydride are regarded as non-essential constituents, 
Rohland^ considers that the hardening of cements also consists in the formation of solid solutions, 
or adsorption compounds, whilst Rebuflfat' attributes the hardening mainly to the hydration of the 
calcium orthosilicate. According to W. and D. Asch there is notone Portland cement, but a 
number of closely allied cements consisting of the calcium salts of highly complex alnmino-silicic acids. 
From the results of a thermal investigation of the quaternary system, CaO - SIO.^ •• A);. 0 ;, - 
J^ecke*^ concludes that ferric oxide only occurs in combination with lime and does not form solid 
solutions, and that a single ternary compound is formed of the composition 

8Ca0.2Si0*AI.^0;,. 

He regards this compound as being identical with “alite,” and cnnsitlers that its existence 
explains why the presence of alumina is necessary in Portland cemeirl. Finally, he concludes that 
“l)eliie" probably has the compo-sltion 2Ca0.Si02, “celite” the comj^sition 3Ca0.Fe20.„ and 
“felite.” which is often absent, the composition CaO. Jaoecke and Shumann’* found that the 
compound SCaO.aSiOy.AlgOj forms the principal component of Portland cement clinker, in which 
it is readily detected, but according to Rankin and Wright,"* janecke’s supposed compound is reallj' 
a mixture of calcium silicates and aluminates, containing at the ordinary temperature llie compounds 
3Ca0.Si02, 2CaO.SiO.„ and 3CaO.Al.2O3. 

In 1893 Michaelis^' suggested that the hardening of calcareous hydraulic cements— including 
Portland cement —was mainly due to the formation of colloidal calcium hydro-silicates. This theory 
was disr^arded by most cement chemists for some years, hut is generally accepted ut the present 
lime as it is strongly supported by a considerable amount of experimental evidence. .Michaelis has 
also shown that the strength of the hardened colloid is increased by the crystallisation of calcium 
hydro-aluminate and hydro-ferrite, and, when sufficient gypsum is present, of calcium sulpho 
aluminate. Anibroaae has shown that when a little powdered cement is mixed with water under 
suitable conditions the formation of a gelatinous coating around the cement grains can be observed 


' S. B. and N. B. Xeji!>crry,/<rr/r;;. S<k, Chew. ItuL^ 1897, 16, 887. 

Day and Shepperd, Carnegie Inst. Pubi, 1906; Amer. J. .SV/., 1906(4), 22, 265, 

* Day, Shepperd, and Rankin, Amer.J. Set., J909 (4), 2», 293. 

* Shepperd, Rankin, and Wright, _/. I/tJ. Png. Chew., 1911, 3, 211 ; '/.eitseh. anorg, C/iew., 
1911, 71, 19, 

Richardsrjn, Tonind, Zeit., 1903, 27, 942. 

* Rohland, Zeitsch. Kiektroehem., 1904, lO, 893; Zeifsch. Chem, Ind. KoUoide, tgil, 9, 21. 

' Kebuffat, Ga-.zeila, 1898, 28, ii, 209. 

* Janeckc, Zeitsch. anorg. Chem., 1911,73. 200; 1912, 76, 357. 

* Janecke and Shumann, Zeitsch. anorg. Chem., 1912, 74, 428. 

Rankin and Wright, Zeitsch. anorg. Chem., 1912, 75, 03. 

Michaelis, Chem. Zeil., 1893, 17, 982; Cement and Eng. News, 1907, 19, 140 j 1909,21, 
298 and 338. 

** Ambionne, Tonind. Zeit., 1909, 33, 270. 
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under the microscope. Rohland' and Stern® have shown that the colloidal constituent in 
hardened cement can be dyed by immersion in a dilute solution of an eosin or other dye 
Keiserman “ has more recently invest^ted the specific absorption capacity of the chief constituent 
of cement for a number of dyes, and finds that patent blue is the best for the detection of alumina 
alcoholic anthropurpurin for free lime, a solution of methylene blue in acetic acid for combined 
silica, and a neutral methylene blue for free aniotphous silica. Employing this staining process 
this investigator has made a microscopical examination of cement, from the results of which he 
concludes that Portland cement clinker is a conglomerate of dicalcium silicate and tricalcium 
aluminate, the presence of alumino silicates being considered improbable. The proportions in which 
tlie constituents exist in the clinker corresjxmd to the formula 

dlaCaO.SiOj) + dCaO.AI./),. 

The hardening of the cement is due to the dicalcium silicate being started by the formation of fine 
needle-shaped crystals, which are embedded in and cemented by the surrounding colloidal mass’ 
The tricalciiim aluminate accelerates the process of hydration but does not contribute towards the 
hardening process. Michaelis' takes exception to Keiserman’s formula but otherwise agrees with 
his view and points out that tricalcium silicate had long since been shown to have no existence and 
that the presence of free lime in solid solution in the dicalcium silicate had been established be’yond 

Front what has Iteeii said above, it will he obvious that the composition of Portland cement and 
the phenomena of setting and hardening have not been finally settled, and that much more research 
is required before the conflicting iheoiics can be reconciled. On adding water to llie cement the 
“alite” is partly decomposed, the calcium aluniinaies lieing attacked first, and the supersaturated 
solution thus obtained deposits iricalcium aluminaie, partly in ihe form of crystals and partly in the 
form of a colloid. The calcium silicate is much more slowly attacked, .and, owing to its msolubilitv 
separates from solution as a colloid which forms a gelatinous coaling around each cement grain 
The hardening of the mass is tiroughl afiout byihe gradual desiccation of the colloid, and is increased 
by the adsorption of the lime liberated during the hydrolysis. Tliis view is supported bv the fact 
that when hardened cement is polished and etched if is found to consist of a number of grains of 
unaltered cement clinker embedded in a matrix, the colloidal nature of which is shown bv its power 
of absorbing dyes. - 

According to Rohland ' the part played by gypsum or plaster of Paris in the selling of Portland 
cenient rt that of a catalyst Other salts may be used inslead of calcium sulphate in order to 
modify the setting tune, ami those sails which accelerate the hydration of pure lime also accelersie 
the setting cenient, whilst those which retard the hydration of the one also retard the setting of the 
other. Also when two salts which have an accelerating effect, such as sodium carbonate and 
aluminium cliloride are used logether, the effect is greater than the sum of their individual effects 
when used separalely, and, on the other hand, when two .salts which have a reiatdiue effect such as 
potassium dichroiiiate and borax, are allowed to act together, the relardaUoiiohiained is I’ess than 
the sum of their mdi^vidiial effecis. H. K. G. Bamber* has shown that Ihe retarding effect of 

is stored, but that lhe%elarding 

effect obtained by passing steam into the tube mill during grinding is much n.ore permanent. ^ 

Adulteration of Portland Cement.— The adulteration of Portland cement 
was at one time somewhat extensively practised. The choice of adulterants was 
limited, as only very cheap substances, which resembled Portland cement in colour 
and general appearance, could be used ; the most usual materials employed for this 
purpose were Kentish rag (a siliceous limestone) and blast furnace slaE but 
fs nre fire-bricks, etc., were also used. Such adulteration 

fonf d “‘” 6 . « least so far as British and German cements are 

oncerned, and the most serious fraud is the substitution of cheap Belgium natural 
cements, or slag cements, for Portland cement. ® 

bee^S m 0 " Portland Cement-Sea water has sometimes 

=11 k 1 j ° ^ “ deleterious action on Portland cement. This was earlv 

fomat^hn nr f k °^i “"“I ' 3 ‘er on was considered to be due to the 

nmersed m sea water sulpho-aluminates are only formed to a very slight extent. 


2 aw,jr. Chtm., 1907, 56, 46. 

Stern, Zeitsck, merp. Ckem.. tnrhn 


^ anor^, Cfl* 

btern, Zeitsch. anerg. Chem., 1^^63,'IS,]'"' 

: ^3. ^ au 

' H /"(■' '%*“’■ Ciem ., 1903, 16, 622 ; 1906, 19, 327. 

’ Rebuifat; *’ 
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and their existence is only transitory. On the other hand Poirson,' who has 
investigated the action on powdered cement of solutions of salts found in sea water, 
finds that calcium sulpho-aluminate, 3Ca0.Al203, sCaSO^, is the only stable com- 
pound formed. 

Physical Properties of Portland Cement.— Commercial Portland cement 
should be of a cold bluish-grey colour, a brownish, “foxey” appearance indicating 
an excess of clay, the use of an unsuitable clay, or an under-burnt cement. The 
specific gravity is comparatively high (at least 3.10), and the cement should be very 
finely ground, as only the finest particles are of use as a cementing material. The 
tensile strength and resistance to crushing are higher than those of any other 
calcareous cement. 

. Iron-Ore Cement.— Many attempts have been made to prepare a Portland 
cement in which ferric oxide entirely replaces the alumina, but so far without 
success. Cements in which a large portion of the alumina is replaced by ferric 
o.xide are, however, made. 

In igoi Krupp introduced a cement under Ihe name of “sidero cement,” in the manufacture 
of which iron ores are wholly or partially substituted for the clay usually employerl. The cemeius 
of this class are calle<l iroa-ore cements, and must be distinguished from the iron Portland 
cements (see p. 85). They are employed in marine work on account of their supposed resistance 
to the action of sea water. These cements contain a large proportion of iron, as is shown bv the 
following analysis, which is due to Michaelifl-: — 


A.s'Alysis of an Iron-Ore Cement (Michaelis). 


Silica 
Alumina • 

Ferric oxide 
Lime 
.Magnesia 
Sulphur Irioxide 


23. per cent. 

1-67 ■ „ 

8.20 ,, 

64.84 


0.66 ,, 

1.08 * „ 


90.71 per cent. 

They are slow selling, and have a specific gravity of .about 3.25-3.44 

White Portland Cement— There has been placed on the m.irket a Portland 
cement which complies with the requirements of the British Standards Specification 
(1910), but which, ow’ing to the absence of iron compounds, is white in coloiir. 
it was originally introduced in America, but is now used to some extent in this 
country. 

It i.s very expensive, and is therefore unsuitable for firdinaiy building purposes, but finds mnny 
useful applications, among which may be mentioned cement plaster or .stucco, repairing and joining 
marble pillars and bl-jcks, the manufacture of tiles ami mosaic work. For the Litter purpose llie 
cement may Ire coloured by means of Venetian red, yellow ochre, and many other mineral 
colouring matters. 

Super-Cement— This cement was originally intended to be a waterproof 
Portland cement, that is to say, an ordinary Portland cement to which material 
was ajded in order to render it walerproof (see p. 118J. It has been shown, 
however, that the treated cement not only makes a waterproof mortar, but that 
the latter is much stronger than that made with ordinary Portland cement. 'I'he 
increase in strength is especially marked in the case of cement and sand mortar, 
and the difference increases with time. 

The author has carried out a numlier of tests with ihLs m.iterial, and has found the tensile 
strength after ninety days of a mortar made with one part of treated cement to three parts of 
standard sand to bealwut 50 per cent, greater than that of a similar mortar made with the same, hut 
untreated, Portland cement. Other tests, carried out clsewliere, have shown that after six monihs 
the tensile strength of the mortar made with the treated cement and sand is at least double that 
of a similar mortar made with untreated cement. 


* Poirson, Ztnlr. Hydraul. Zem«nt(y J910, t, 151. 

* Michaelis, Cemtnt and Eng. Ntwsy 1907, 19, 240. 
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Sand Cement.— This is only Portland cement diluted with sand. It is 
prepared by mixing together equal weights of Portland cement and sand, and 
finely grinding the mixture. 

THE PLASTER CEMENTS 

The plaster cements are prepared from gypsum, or the hydrated calcium 
sulphate, CaS04,aH.p, by driving off all or part of the water of hydration, and 
therefore consist essentially of more or less dehydrated calcium sulphate. 

The occurrence, properties, processes of mining, and the chemistry of gypsum 
have been fully discussed in a separate article by James Shelton, Vol. I., p. 345, 

In the following pages, therefore, we confine ourselves to the description of the 
processes employed in the manufacture of the various cements which have gypsum 
as their basis. 

If fairly pure gypsum be heated to a temperature of about loo'-aoo’ C. it 
becomes partially dehydrated, yielding a sulphate of the composition 2{CaS04),Hj0, 
which i.s known as plaster of Paris. If the gypsum be heated much above 
200" C. it loses all its water, yielding the anhydrous sulphate CaSO,. It is then 
said to be “ dead-burnt,” and is useless for plaster of Paris, as it has lost the 
power of readily combining with water. If, however, such over-burnt plaster be 
very finely ground, hydration will take place, although very slowly, and when 
prepared under certain conditions it i.s employed under the names of flooring 
plasters and hard finish plasters. When gypsum containing a large amount 
of impurities is heated to between too° and 200” C. the product resembles plaster 
of Paris, but sets much more slowly, and the same result may be obtained by 
adding certain materials to |)l.isler of Paris after burning. These slow-setting 
impure plasters arc known a.s cement plasters, although they are quite different 
from the plasters made from the hydraulic ceimmts, which are also known as 
“cement plasters” (sec p. 82). From what has been said above it will be seen 
that the plaster cements may be classified as follows : — 

Cemem°5la'ters}^'®P"^‘=‘^ temperatures below aoc" C. 

Ha°d'finisfi^plas^ters|^'^*P^'^'^*^ ** tenqreraturcs considerably above 200" C. 

Plaster of Paris and the Cement Plasters.— The processes of manu- 
facture of these plasters are so similar that they may be treated together, the only 
difference being that a pure gypsum is employed for the manufacture of plaster of 
Paris, whilst the cement plasters are prepared either from impure materials, or by 
adding a retarder during or alter manufitclure. Only two operations are necessary, 
calcination and grinding, and the latter may either follow or precede the former, 
according to the method of calcination employed. In Europe it is usual to calcine 
first, but in America, where the “kettle process” is employed, the opposite is the 
c.ise, though the European plan is followed where rotary calciiiers are used. Great 
care has to be taken that the temperature does not rise too high or fall too lovk^nd 
also that the material does not come in contact with the fuel, as this would left to 
the formation of calcium sulphide. 

Calcining in Kilns. — The oldest and simplest method of preparing the plaster 
IS to burn the stone in a kind of shed enclosed on three sides by brick or stone 
walls, and covered with a rough tiled roof. The large pieces of gypsum are 
arranged on the floor so as to form a scries of rough arches parallel to the main 
walls of the shed ; and the remainder of the stone is placed on these arches, the 
larger pieces at the bottom, and the size gradually decreasing until at the top there 
are only dust and sweepings. Wood fires are then lighted in the arches ; the hot 
gases rising through the interstices between the stones gradually heat the mass, 
nving off the water of hydration, and finally escape through openings in the roof 
and upper parts of the walls. Sometimes coal is used as fuel, in which case the 
VOL. II._g 
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floor of the kiln is hollow, and the fires are lighted in these spaces, the flames 
passing into the kiln through holes left in the rooves of- the arches. This crude 
kiln or shed is still employed on the Continent, but it is very wasteful, and the 
product is never uniform, as the lower layers receive more heat than the upper 
ones. 

In the neighbourhood of Paris a kiln is employed which somewhat resembles 
the common lime-kiln (see p. 79), but has a cavity beneath the floor which serves 
as a fireplace. The flames and heat pass through openings in the floor into the 
kiln. 

The Dumesnil kiln, shown in Fig. 30, is a great improvement on older kilns, 
as the heat is much more under control, and is evenly distributed over the whole 
mass of plaster-stone. 

This kiln is circular in plan, and has an arched roof ll, in which are four small flues 00, 
and one large central one r, all of which can be closed by means of dampers. At the bottom of 
the kiln there is a central furnace \\ ihe flames of which pass through flues ef. into the fire- 
chamber G, and hence through twelve openings fk into twelve radiating arched flues mm 
built of the largest pieces of plaster-stone. There is a door .at the side of the kiln for the purpose 

of emptying and unloading, and an 
opening n in the roof which serves 
for filling the top of the kiln. In 
working the kiln, the charge is cal- 
cined by means of a moderate fire : 
'and then about 6 or 7 cub. yds. of 
iinhurnt stone are added at the top. 
and all the openings are closed, when 
the second lot of stone is dehydrated 
hy Ihe heat still contained in the first 
cliargc. 

Allhough this kiln is expen- 
sive lo build it is economical in 
working. Sometimes the plaster- 
stone is dehydrated l)y means 
the waste gases from coke ovens. 
For this purpose the kilns and 
ovens are arranged thus. 

Tlie hot gases from ordinary coke 
r. -I ovens pass first into a flue, and then 

Fit/. 30. Dumesnil Kiln. jrno a second flue. which leads to the 

kilns through holes in the floors of the 
latter. The hot gases may he shut otf from any of the kilns by means of dampers, 'i he water- 
vapour and gases finally escape from the kilns through the chimney v. 

Superheated steam has also been employed for dehydrating gypsum. 

A jet of steam, at a temperature of alwut 200'' C., is blown alternalely into each of two chambers 
charged with the raw material, when the water of hydration is rapidly absorbed by the steam, 
leaving the plaster ready for grinding. 

It is a common practice in this country to prepare the plaster by a continuous 
metlfcd in a kiln resembling a baker's oven, in which the stone does not come in 
contact with the fuel, but is dehydrated by means of hot gases which pass from a 
furnace through a flue passing round and round the oven. 

Best plaster is s'Jtnetimes prepared un a small scale by the movtklcrs by a process known .is 
boiUng. They first grind the taw stone to a fine powder and then spread the i'Aliei in a 
about 2 or 3 in. in depth, upon a metal plate or .shallow di.sh placerl over a fire, care being taken to 
avoid too high a temperature. The water vapour given off from the lower layer appears to raise the 
remainder of the material and keep it in .suspension with a peculiar motion to whicli the process 
ow es its name of “ boiling," and small craters are .soon formed from which the steam escapes. The 
ma&s is stirred from lime lo lime until no more water Ls given off, when the plaster is ready for use. 

Rotary kilns for calcining plaster-stone have been in use for a number of years both in Europe 
and America. The process is a continuous one. In the Mumbnm citlciner there is a fire l>ox 
placed in front of a chamber containing a rotating cylinder, the interior of which is furnished with 
fhelyes or buckets. Alx)vc the cylinder, and connected lo it by a pipe, is the forewarmer, which 
consists of a chaml)er through which a worm conveyer passes from one end to the other. The crude 
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vpsuni is first crushed, but not finely ground, and is then conveyed by means of a bucket elevator 
to a bin placed alwve the calciner, from which it descends into the forewarmer, where it is 
carried along by the worm conveyer, and then falls into the rotating cylinder. The fire-box is 
heated to a high temperature, and hot gases driven by a fan connected to it pass through the rotating 
cvlln<ier, then through the forewarmer, and finally through a dust chamber to the chimney. The 
strong draught of hot gases causes the fragments of gypsum to travel in the same direction with a 
velocity inversely proportional to their size, so that the largest pieces are exposed to the heat for a 
longer period than the finer particles. The heat is so well utilised that the temperature of the gases 
passing to the chimney is only aliout 80" C. 

The Cummer rotary calciner is »nuch used in the United States, The raw material, 
which is first crushed and screened until it will pass through a i-in. ring, is fed through a hopper 
into a cylinder, which is mounted on trunnions, so that it rotates about a slightly inclined axis. 

As the material passes down the cylinder it is picked up and again dropped by the lifting blades 
attached to the inner surface of the latter, thus being thoroughly exposed to the action of the 
hot gases. The latter are drawn by means of a fan into the brick chamber which surrounds 
the cylinder, and sufficient cold air is introduced through two registers to cool them to the 
required temperature, after which they are drawn into the cylinder through an opening, and, 
passing along in the cipposilc direction to the raw malcrial, escape through the other end to the 
chimnev. Pyrometers are inserted through the holes in order to control the temperature. The 
calcined material is immediately conveyed by means of an elevator to the ciilcining bins, where 
the heat still remaining in the malcrial completes the calcination, and the cool plaster is finally 
ground, passed through sieves, and placed In sacks. 

Calcining in Kettles.— This is the most common method of preparing 
plaster of Paris in the United Siate.s, but although superior to the old-fashioned 
European processes, it is slow and expensive, and is therefore being gradually 
abandoned in favour of rotary kilns. 

The gypsum is first ground and then charged into cylindrical iron kettles about 8- to ft. in 
diameter und 6-8 ft. high, ihrougli which pass two or four horizontal flues about 12 in. in diameter. 
The “ kettle bottom ” usually consists of a concave-convex iron casting with the convex side placed 
upwards, but in modern plants sectional kettle l*oltoin.s are fret^ueiilly employed. Tlie sides of the 
kettle are of boiler plate alwui in. thick, and the top is covered in by means of a sheet-iron 
cap provided with a door v\bicli serves for the introduction of the raw material. The kettles 
ate supported on and enclosed by masonry, and a fire space, shaped like an inverted cone, is left 
underneath each kettle. The first floor of the mill is ab«)ut a foot from the top of the kettles, 
which are usually arranged in pairs, with a shoot for supplying the raw material, and a pit for the 
calcined material to each pair. As it is necessary that the contents of the kettles should be kept 
constant!)' stirred, each ol the latter is provided « ilh paddles driven from an overhead shaft. 

On starling a kettle, the heat must be gradually applied whilst the raw material is Ijeing fed in, 
and the contents must be kepi constantly stirred. As the temperature rises to alwut 105^110“ C. 
the contents appear to boil violently until the mecbaiiically held water is driven off through a stack 
passing through the sheet-iron cover, after which they settle down. On heating to 143' C. , however, 
the tjoiling commences again as the combined water logins to be driven off. ^Vhen the water of 
hydration has been driven oH', the hot, finished material is run into the fire-proof pit until it has 
slightly cooled, when it is passed through a revolving wire screen iu order to separate all large 
particles and coarse foreign matter, and is finally conveyed to the storage bins. 

Grinding.— The grinding may be carried out either before or after the 
calcination, the latter being the most usual method in Europe, and also being 
used in America where rotary calciners are employed. 

In either case the grinding is a simple matter. When the piaster-stone is giouml l^foie 
calcination the operation is usually carried out in three stages. The stone is first crushed to lumps 
about 2-4 in. in diameter in a coarse crusher. The roughly crushed material is then passed on 
to crushers of the cofiee-mill type, which rerluce it to about { it in, in diameter, and is finally 
ground in fine grinding machines, until about 55-65 per cent, will pass through a sieve containing 
too meshes to the linear inch. It is then ready for calcination. When gypsum-earth is used 
for the taw material the rough crushers are not needed, and the grinding is carried out in two 
^tages. When the grinding is carried out after calcination it is usually done between millstones, 
but sometimes edge-runners or rollers arc employed. The ground plaster should be kepi from 
contact with air, as it readily absorbs moisture and deteriorates ; unfortunately, however, but 
title attention is usually paid to this detail, and the plaster is placed in sacks after grinding. It 
IS sometimes the practice in I'rance to preserve the plaster in heaps by slightly wetting the 
surtace, so that the crust thus formed protects the remainder of the heap. This plan is at once 
simple and effective. r v 

Pure plaster of Paris consists of the hydrated calcium sulphate, CaS04.jH20, 
and therefore contains 93.8 per cent, of anhydrous calcium sulphate and 6.2 per 
bt. of water. The less pure forms, however, and especially the cement plasters, 
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contain various amounts of silica, alumina, ferric oxide, calcium carbonate, 
magnesium carbonate, and other impurities. 

Le Voisier* was the first to show that the change from gypsum to plaster of Paris during 
calcination was due to the loss of water, and that the hardening of the plaster after gauging was 
due to the absorption of water to reform the original compound. Le Chatelier'-* has proved that 
plaster of Paris is a definite hydrate, aCaSO^H^O, and has shown that when water is added to the 
calcined plaster a solution is obtained from which the hydrated sulphate soon crystallises out, thus 
allowing more of the plaster to be dissolved ; this alternate solution and crystallisation continues 
until the whole of the plaster has become hydrated, the two processes going on simultaneously at 
different parts of the mass. According to Rohland,^ the hardening of calcined plaster with water is 
a colloidal process. 

The specific gravity of plaster of Paris is about 2.58. The tensile strength is 
about 300-400 lbs. per square inch for neat plaster, and 100-200 lbs. per square inch 
for a mixture of one part by weight of plaster to three of sand. 

Retarders and Accelerators. — Plasters made from impure gypsum are 
usually sufficiently slow setting, but pure plaster of Paris sets with extreme rapidity, 
and, in order to moderate this action, it is a common practice to add various 
substances known as retarders to the cold calcined plaster. 

The materials mostly employed for this purpose are glue, sawdust, blood, and other sulwtanccs 
of animal or vegetable origin. There are also many patent retarders which consist essentially of 
the same or similar substances. It ts usual to add from 2-15 lbs. of the retarder per ton of 
plaster, the mixing being carried out in a mixing machine, such as the Broughton mixer. Some- 
times it is required to hasten the setting of an impure plaster, in which case an accelerator 
is employed. These are crystalline salts, one of the most efficient being sodium chloride 
(common salt). 

Hardening Plaster. -Plaster of Paris may be hardened by the addition of 
various substances. A solution of glue or gum arabic may be employed, as in the 
preparation of “stucco" (see p. ii8), or the plaster may be mixed with a little 
freshly slaked lime, and the casting dipped in a strong solution of magnesium 
sulphate. Atiothcr method is to use a solution of sodium silicate (water-glass), but 
the most usual plan is to u.se a solution of alum, as in the preparation of the “ hard- 
finish ” plasters (see below, and on p. 1 18). 

The cisting may be placed in the alum bath for some weeks, and then slowly dried, or the 
plaster may lat soaked in the solution, dried, and again calcined. Still another method consists in 
mixing the plaster with a little finely ground mallow root, and kneading the mixture in water, or 
in gauging the plaster with a decoction of mallow root. 

Flooring Plasters. —Flooring plasters (Eiirich«ips) are employed to a very 
large extent in Germany, as they give a hard and durable surface which is very 
suitable for floors, etc. They are prepared by coarsely crushing a relatively pure 
plaster-stone, and calcining it in a vertical kiln at a temperature of about 4oo°-5oo° C, 
for not more than four hours. If the healing be continued for a longer period than 
this the plaster becomes entirely deprived of its setting properties. The fuel 
employed is generally coal, and is burnt on a grate at the side of the kiln, the hot 
gases passing through the mass of the gypsum. The calcined stone is then very 
finely ground. The flooring plasters set with extreme slowness, but finally acquire 
great hardness. They con.sist essentially of anhydrous calcium sulphate, CaSOj. 

According to Van’! Hoff when gypsum is completely dehydrated its ability to combine willi 
water is at first only retarded, trut gradually becomes lost either by prolonged exposure to a high 
temperature or by submission to more intense heat. Hence the necessity for keeping the 
temperature at 40o’-50o' t., and for discontinuing the calcination after four hours. 

Hard-Finish Plasters. — These plasters resemble the flooring plasters in 
consisting essentially of anhydrous calcium sulphate, but they are calcined at a 
higher temperature (sometimes at a red heat) and are usually treated with various 


^ Le Voisier, (Etevres Completes^ I7»3. *22- 

* Le Chatelier, Cotnpt. Rend.y 1883, 96, 715 j Annala da Afirus, 1887 (8), ll, 345 “Rcch. 
£xpt. snr la Constitution des Mortiers Hydrauliques,” 1904. 

* Rohland, KoUoid ZeiUck.y 1913, 13, 6r. 
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chemicals, such as alum, during the process of manufacture. The calcination is 
carried out in two stages, the plaster-stone being first calcined, then dipped in a 
solution of alum, borax, or other salt, and again calcined at a high temperature, 
after which it is finely ground. 

Keeae’s cement is now the general name for a number of different plasters prepared by various 
manufacturers, the original patent having expired. It is usually prepared by first calcining the 
plaster-stone to plaster of Paris, dipping this in a solution of alum or aluminium sulphate, drying, 
and recalcining at a much higher temperature. Sometimes, however, the first calcination is carried 
out at a high temperature, even red heat, and sometimes other sails are use^instead of alum ; 
indeed in some cases the plaster is prepared without dipping in any solution, when it is of course 
really a flooring plaster. 

Mack’s cement is prepared by adding calcined sodium .sulphate or potassium sulphate to 
completely deliydrated gypsum. It sets rapidly and becomes very hard and durable. Martin’s 
cexneat is similar to Keene’s, but the solution of alum is replaced by one of potassium carbonate. 

Parian cement may also be prepared in the same manner as Keene's cement, employing, 
however, a solution of borax in place of alum ; or it may be manufactured by burning an intimate 
niixture of powdered gypsum and dry borax and finely grinding the product. AM these plasters 
set quickly and become hard and durable. 


MORTAR, CONCRETE, PLASTER, AND STUCCO 

Mortars. — Mortars are divided into common mortar, which is made with 
lime, and cement mortar, which is made with Portland, natural, or slag cement. 
Common mortar is prepared by mixing lime with water and sand ; the proportions 
taken vary somewhat with the quality of the lime, but are usually one part by measure 
of slaked lime to three parts by measure of sharp sand, with enough water to m.ike 
a somewhat stiff paste. 

Small quantities of mortar are mixed by hand, but when large amounts are required it is usual 
to employ some form of mixing machine. The .sand used should be free froni clayey matter or- 
vegetable earth, and should consist of sharp angular fragments of silica, though sands derived from 
granites and containing a large proportion of feldspar are also valuable. Sand which is much 
water worn, and blown sand, are not suitable, l»ecause they consist of more or less rounded 
fraj^iiients, and blown sand is also loo finely grained. Sea sand is also unsatisfactory because of the 
deliquescent salts which accompany it. These salts may, however, be washed out by prolonged 
exposure to the weather or by xs.ishing in running water. .Artificial .‘^ands, such as crushed sand- 
stone, quartzite, granulated bh-ist furnace slag, etc., are also used for mixing in mortar. The sand 
is mixed with the lime in order to reduce the shrinkage and prevent the consequent cracking which 
takes place when a paste of lime and w.ater alone is allowed to dry, to render the mass more 
porous— thus facilitating the absorption of the carI>on dioxide upon which the ullimale hardening 
of the niurtar depends, and to soinewh.at increase the resistance to crushing. It also lessens the 
cost of the mortar, l)€cau.se sand is cheaper than lime. Sometimes trass, puzzuolana, or other 
natural or artificial piuzuolanic material is niixeil with the lime (see p. 83). 

Cement mortar may consist of a mixture of natural slag or Portland cement, 
sand and water, but as this does not spread freely it is a common practice to add 
more or less lime, or sometimes !oam, although these materials (especially the 
latter) are detrimental to the strength of the mortar. 

Cement niurtar is employed for masonry structures, which are exposed to the action of running 
water or of waves, as a coating to cover masonry or concrete walls, and for other purposes. 

Concrete. — Concrete or B^ton consists of a conglomerate of pebbles, broken 
stones, gravel, blast furnace slag, or sometimes cinders, known as the aggregate, 
embedded in a matrix of mortar, the amount of mortar employed being sufficient to 
fib all the voids between the stones. The mortar may be either hydraulic lime 
mortar, as in the case of ancient or mediaeval concrete, or cement mortar as in most 
modern work. 

A distinction is sometimes made between the terms concrete and beton, the former term being 
used when the lime or cement is mixed with the gravel before adding water, as is usually the case in 
IS country, whilst the latter term is employed when the lime is worked into a paste before adding 
ic gravel. Concrete is used for making blocks of artificial stone of various sizes for building 
* A ffi® production of monolithic work, and as a backing for coursed 

^he case of mortar, it mau be mixed by hand or by machinery, a great wriety of 

™«h,„esfo. this purpose being in ise. X X. B r 
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Armoured or Reinforced Concrete.— For some years it has been the 
practice to employ concrete in which iron rods, wire netting, or perforated iron 
plates are embedded. The material thus obtained is known as armoured, reinforced 
or ferroconcrete (see also p. 129). 

It is used to a large extent in the construction of arches, pillars, beams, floors, etc., and also 
for making pipes and tiles. 

Plasters. — The ceilings and inside walls of buildings are usually given a 
smooth coating of plaster. 

In France, plaster of Paris is employed for this purpose, but in England it is more usual to 
employ a lime mortar to which cows' or calves’ hair is added. The various “ hard-fmish ” plasters 
(see p. 1 16), such as Keene's and Parian cements, are also used and, especially for outside work, 
cement mortar. 

Stucco. — Stucco is a special hard plaster which can be polished. It is 
usually coloured so as to imitate various kinds of marble. 

There are two principal kinds of stucco, that made from plaster of P.aris, and that made from 
lime. Plaster stucco is mixed with a lukewarm solution of size, fish-gitle, or gum arable. When, 
required of any particular colour, the colouring matter is dissolved in the solution before gauging. 
Lime stucco is generally mi.xed with chalk, plaster, or other materials ; the colours are usually 
obtained by mixing metallic oxides and salts with the lime. Cement pla.sler is also known as 
cement stucco when it is employed for coating the surfaces of walls, pillars, etc., wliite Portland 
cement being particularly suited for this purpose. 

Staif.— For temporary buildings of an ornamental character, such as those 
required for exhibitions, etc., it is usual to employ a plaster which is toughened and 
bound together by means of tow, or sometimes by asbestos or slag wool. 'I'his 
material, which is known as Staff or fibrous plaster, is fixed upon a backing of 
very coarse, open canvas called “scrim.” 


WATERPROOFING CEMENT MORT.AR AND CONCRETE 

It is often necessary that cement concrete should be impermeable to water, as 
in the construction of reservoirs, sewers, and so forth. In such cases it is usually 
quite possible to make the concrete watertight Ijy using a properly graded aggre- 
gate, and completely filling the voids with mortar made with cement'and fine sand, 
but it is a common practice to have recourse to some method of rendering the 
cement waterproof. 

Sometimes cement work already in existence also often has to be rendered 
watertight, and in this case it is necessary to add a coating of some waterproofing 
material. This may be done by covering the surface with some impermeable 
material, such as asphalt, tar or paint, or by applying alternate coatings of soap 
and alum solution by means of a brush, as in Sylvester's process, the object 
being to fill the pores of the concrete or mortar with an insoluble precipitate. In 
the case of new work the materials — soft soap, alum, potash, etc., are sometimes 
mixed in with the mortar, and since Moyer' has .shown that when mineral oil 
is mixed with cement mortar a waterproof mixture is obtained, this method of 
waterproofing is sometimes employed. Animal or vegetable oils should not be 
used in place of the mineral oil because they are liable to decompose, with the 
liberation of free fatty acids. 

A large numIxT of compounds of very vai)ing cflScicncy have been inJroduced for this purpose 
under more or less fancy names,*'* such as “ccresit,” “driwal,” “ impcrvltC,” and “cement- 
kote.” So far as the author is aware all the cumputinds hitherto introduced fail when exposed to 
water under a high pressure, and many have a more or less harmful effect upon the cement, a 
reduction of as much as 30 per cent, in strength being sometimes found. A large number of these 
compounds consist essentially of calcium carbonate, alum and calcium soap, sometimes with more 
or le.s.s free oil or fat. They are usually sold either in the form of a powder to l)e mixed with the 


^ A. Moyer, Concrelt and Consirmthnal Engineerings 1910, 5, 166. 

^ W, L. Gadd, ibid., 1908, 3, 154 j Journal oj the Concrete /«r/., J912, 4, 5 ^ 3 ’ 
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dry cement l)efore adding the water, or in the form of a paste to be mixed with the water used for 
gauging. One of the l)est compounds of this water-repellant type which has come under the 
author’s notice is known as “medusa.” When mixed with proper care this compound, which is 
a fine, white, extremely water-repellant powder, proves satisfactory for the purpose for which it is 
intended. Another class of water rcpellants which has been recently introduced consists of 
mineral oils. 

Some waterproofing compounds consist of solutions of sodium silicate (water- 
glass) or silicofluoride, and other silicofluorides, such as those of zinc, magnesium, 
and aluminium, are also used, being sold under the name of fluates. 

One compound consists essentially of a mixture of alum and zinc sulphate in a quantity of water 
which is insufficient for complete soliulon, and another consists of a solution of oxalic acid. The 
object in all these cases Is to form insoluble compounds of calcium in the pores of the mortar 
or concrete. 

Other compounds depend upon the presence of, or are stated to contain 
asphalt, or some other bituminous substance for their waterproofing properties. 

A waterproofing compound of still another type is sold under the name of 

“ironite-” 

This consists essentially of finely powdered iron and a soluble salt which brings about the 
rapid rusting of the iron in the presence of moisture. It is made into a paste with water, and well 
rubbed into llie surface to be waterproofed by means of a stiff-haired brush, two or three coats 
being usually necessary. The author has found this compound to he efficient when properly 
aiDplied. The ironitc paste has considerable bonding power, a broken briquette after being joined 
with the paste frequently showing a tensile strength of over 400 lbs. per square inch. A special 
variety of “ ironite,” which consists of a coarser iron powder and which does not contain the salt, 
is mixed dry with cement to make hard floors, etc. 

The recently introduced super-cement (see p. 112) not only produced a 
waterproof mortar or concrete without any further treatment, but the latter is much 
stronger than that obtained with ordinary cement. 


CHEMICAL ANALYSIS OF LIMES AND CEMENTS 

Common and Hydraulic Limes. —The water and carbon dioxide in these limes are deter- 
mined Ijy igniting a weighed amount in a platinum crucible, and ascertaining the loss of weight. 
The carbon diothde is then dtternuneil by any of the usual methods, that of Fresenius^ being very 
suitable ; tlie difference l)etween this value and the loss on ignition gives the amount of water 
present. In order to determine the lime and magnesia, which is fre(juently all that is necessary, 
a weighed arnount of the sample is dissolved in hydrochloric acid, the solution rendered alkaline 
with ammonia, boiled, and the precipitate of silica, alumina, and ferric oxide filtered off, dried, 
ignited, and weighed. The lime is then precipitated from the filtrate in the form of calcium oxalate, 
filtered off, dried, ignited to the oxide, cooled, and weighed. The magnesia in the filtrate from the 
calcium oxalate is determined as magnesium pyrophosphate, llic usual manner. 

The calcium oxiile in common lime may be determined by boiling about 0.5 g. of the 
sample^ in about 250 c.c. of air-free distilled water, cooling and titrating the cold solution 

JO phenolpiitbalein solution as an indicator. 

N 

No. of c.c. - HCl used x 0.0028 x 100 
to 

“ ■ " Weight of ^WplT“ = percentage of calcium oxide. 

Portland Cement— A weighed amount of the dried cement is placed in an evaporating dish 
an triturated wiih a little water until all tendency lo set has ceased. Hydrochloric acid is then 
* 1 ^^ conient.s of the dish evaporated lo dryness, then Ixiked at a temperature of 200” C. for 
^ lout an hour ami allowed lo cool. More acid is added, and the priKess rejjeated, after which the 
''■lib dilute hydrochloric acid, boiled, filtered, and washed, the filtrate and 
wh‘ being made up to 250 c.c. at I5‘’C. The residue consists of silica and insoluble matter, 
th *" c separated in the usual manner by fusion with sodium carbonate. A known volume of 
c.c. of solution is now transferred to a beaker, rendered alkaline with ammonia, warmed, 
ignit precipitate, wliich consists of ferric oxide and alumina, washed, dried, and 

^ may l>e .separated and determined gravimetrically, Init owing to the difficulty 

Trying out a complete separation, it is belter lo dissolve up the weighed precipitate and then 


^ Fresenius, “ Quantitative Chemical Analysis,'* 1900, l, 340. 
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estimate the iron volumetrically by means of pulassiuiu permanganate or clichromate, and take the 
difference as the amount of alumina. 

If it is required to determine the ferrous iron, this is done by triturating a few grammes of the 
cement with an excess of water until all tendency to set has ceased, adding a little sodium bicar- 
bonate, and washing the mixture into a fiask filled up in the usual manner for solution in absence 
of air, dissolving the cement in hydrochloric acid, and determining the iron by titration with 
potassium bichromate. 

The lime and magnesia in the filtrate and washings from the combined precipitate of ferric 
oxide and alumina are determined in the same manner as in the analysis of lime (see above). 

The sulphur in the form of sulphuric anhydride is determined by adding a solution of barium 
chloride to a known volume of the 250 c.c. of solution (see above), and collecting the precipitated 
barium sulphate, which is dried, ignited, and weighed. The sulphur present, in the form of 
sulphides, may be determined by dissolving a known amount of the sample in hydrochloric acid in 
the absence of air, passing the evolved gases through a solution of cadmium chloride, and weighing 
the precipitated cadmium sulphide. 

The alkalis may l)e determined hy Laurence Smith’s method,' and the carbon dioxide 
and water m.iy be determined in the same manner as in the analysis of lime. Free silica can 
be separated by the method of Fresenius,'^ .and many methods have been described for the 
separation of free lime, among which may be mentioned those of Enright^ and Brandenburg,* 
but so far as the author is aware there is no satisfactory method know n either for the detection or 
estimation of this substance in cement, and its existence in the ordinary form in Portland cement is 
very doubtful. The addition of limestones may be delecterl by llie high loss on ignition, due to 
the liberation of carbon dioxide, and that of siliceous materials by the determination of the Insoluble 
residue, which should not be above 2 per cent. According to the British Standard Specification 
(1910) the insoluble re.sidue inu.si not exceed 1.5 |>er cent. 

Natural and Puzzuolanic or Slag Cements.—' I'hese arc analyserl in the same manner as 
Portland cement. Slag cements may be distinguisherl from the latter by Seger and Cramer’s 
method.^ 

Plaster of Paris.— Piaster of I'aris, and the related “ flooring ” and “ hard-finish ” plasters, are 
analysed in much the same manner as Portland cement (see \ ol. I., p. 348, Gypsum, for fuller details). 


PHYSICAL AND MECHANICAL Tt;STS 

Portland cement, being the most important of the calcareous cements, is the one niosi frequently 
submitted to physical and mechanical tests, and when other cements are tested they are treated in 
much the same manner. The chief physical and mechanical tests arc 

Specific gravity. Crushing strength. 

Fineness. Setting lime. 

Tensile strength. Constartcy of vidumc and soundness. 

Before carrying out the tests for tensile and crushing strength, setting lime and soundness, the 
cement should l>e spread out for a depth of 3 in., and kept at a lempeiature of i5''-l8’ C. for 
twenty-four hours. 

Specific Gravity. “Although thi> test is almost universally carricrl out in England its utility is 
raoreihan doubtful, and a knowledge of the specific gravity is no guide whatever to the quality of 
a cement. This fact is recognised in France and Germany, the specific gravity being omillcd in the 
French and German standard specifications. According to the British Standard Specification (1915I. 
however, the specific gravity of Portland cement, when presented by .the manufuclurer, must Ire riol 
less than 3- lO- 1 he determination may l>e carricrl out in an ordinary specific gravity lx>ttlc, but it 
is more conveniently made in a special fiask such as that inirriduced for the purpose hy Stangeraiid 
Blount,® or in Leipper’s modification of Le Chateleir’s flask. The BriiUh .Standard Specification 
(1915) approves the bottle shown in Fig. 31. The flask is charged with about ICX) c.c. of dry 
petroleum, turpentine, or other suitable liquid, and placed in a bath of water, which is mainlainni 
at a temperature of i5®-l8'' C. (58‘’'64’ F.), and allowed to remain therein until the level of the 
contained liquid is constant. This level is read ofi, and ihe reading noted on the lower ground 
glass space. Exactly 100 g. of the cement are then added, the stopjjer is inserted, and the 
bottle is gently tapp^ on a .soft pad in order to gel rid of any enl.ang!ed air. The flask is now 
replaced in the water iialh, which must lie retained at the original temi)eraturc, and when Uie level 
of the liquid is constant, the reading is again taken, a note of it lieing made on the upper ground 
glass space. 


' Crooke.s, “Select Melhod.s of Chemical Analysis.” 

^ I*re«nius, “ Quantitative Chemical Analysis,” 1900, 2, 259. 
^ Enright, Amer. Ckem. So(.^ 1904, IO03. 

® Brandenburg, Chim. 1909, 33, 880. 

® Seger and Cramer, Cfum. ZeiL, 1903, 27, 879. 

® Stangerand h\om\, Joum. Soe. Chm. Ind., 1894, 13, 455. 
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The volume of liquid displaced by the cement is given by the difference between the two 
readings, and the specific gravity of the cement is calculated from the equation— 

— . = Specific gravity. 

Volume displaced 

A convenient method of ensuring that the petroleum or turpentine is quite free from water is to add 
a little freshly dried cement to the liquid some time before transferring it to the bottle. 

Fineness. — The degree of fineness of the cement is of the utmost importance, and during recent 
years far more attention has been }»id to this point than was formerly the case. The fineness is 
tested by means of sieves of brass wire cloth, which must be woven and not twilled. According to 
the British Standard Specification (1915) the residue left on a sieve containing 32,400 meshes per 
square inch must not exceed 14 per cent., when 100 g. of the sample is continuously sifted for 
a period of fifteen minutes, and that left on a sieve containing 5,776 meshes per square inch must 
not exceed i per cent, under the same conditions. According to the German “Normen” the 
residue must not exceed 5 per cent, on a sieve conialning 900 meshes per square centimetre, the 
width of the mesh being 0.222 mm. 

Tensile Streng^. — Tests for tensile strength were amon^ the first to be carried out in the 
mechanical testing of Portland cement, and they are still almost universally employed in this 
country, although a knowledge of the tensile strei^h is comparatively useless because, in the great 



Fic. 32.— Briquette. 



majority of cases, it is only the compressive strength that matters. The cement is mixed with such 
a proportion of water as to form a plastic mixture after filling the mould. It is then mouldetJ in 
brass or gun-metal moulds, which should Ik? wiped wiih an oily cloth before filling. The shape of 
the briquettes employed at different times has varied considerably, but that shown in Fig. 32 is the 
usual modern form, and ihc one‘recommended by the British Standard Specification (1915). The 
briquettes arc kept in a damp atmospliere fur twenty-four hours after gauging, and are then placed 
m clean water at a temperature of (58'’-64" F.) until required for breaking ; if they are to 

be kept for more than a week the water must Ire changed every seven days. They are tested for 
tensile strength immediately after being removed from the water. The machines for breaking the 
HK|iieUe vary very considerably in design, one of the oldest and Irest being the Adie Testiogf 
Machme, shown in Fig, 33. According to the British Standard Sjrecificaticn (1915) the briquettes 
me to he prepared without ramming or hammering in any form, and are to be tested at seven and 
wenty-eight days. The average breaking stress of six briquettes must not Ire less than 450 lbs. 
per square inch at seven days, and at twcniy-cight days the average breaking stress of six briquettes 
not be less than the number of ihs. per square inch arrived at from the formula— 

Breaking stress at seven days -h, — — — ^ 

breaking stress at seven days 

cement, similar tests are carried out with a mixture of I part by 
Soecifi 3 P®ris by weight of dry standard sand. According to the British Standard 

not less n '*915) tfie average brewing stress of six of the cement and sand briquettes must be 
Stress of square inch at seven days, and at twenty-eight days the average breaking 

the form l'* ^ not less than the number of lbs. per square inch arrived at from 
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r. 1 • . . J , 10,000 1!^. 

Breaking stress at seven aays + , — ■ 

lireaking stress at seven days 

The tensile strength, both of neat cement and of a mixture of cement and sand, is omitted in the 
German “ Normen.” 

Crushing Strength. — The compression lest is of much greater importance than the tensile 
test, although it is not so frequently employed, at any rate in this country. Cubes of specified 
dimensions are moulded and kept in the same manner as the briquettes described above, and are 
then tested for resistance to compression. The machines for carrying out this test are almost as 
variable in design as those employed for the tensile test, hut as in most Portland cements the 
crushing strength is about ten times as great as llie tensile strength, the machines have to be much 
more powerful. Anisler and LafTon’s press is a very popular form, and another machine which is 
very convenient and satisfactory is that manufactured by the Associated Portland Cement 
Manufacturers {1910) Limited, which is shown in Fig. 34. Notwithstanding its importance, the 



Fig. 33. — The Adie Testing Machine. 


compression test has so far been omitted In the British Standard Specification for Portland cement- 
According to the German “ Normen," however, a mixture of i part by weight of Portland ceinenl 
to 3 parts by weight of standard sand roust have a compressive strength of at least 120 kg. pc' 
sf^uare centimetre after seven days (one tlay in moist air and six days in water), and a com* 
pressive strength of at least 250 kg. per >r{uare centimetre after a further twenty-one days in 
air at a temperature of I5’-20'C. Portland cement intended for use under water must show a 
compressive strength of at least 200 kg. per stjuare centimetre after twenty-eight da)s (one day 
in air and twenty-seven days in water). 

Setting Time. — The setting time of cement is not usually of great importance, except in the 
case of tjuick-selling cements, when it is an indication of the length of lime during which the ceinent 
may lie worked during gauging. U is divided into two periods, known respectively as the initial 
set,^ and the finftl set or set hard. The lime of the initial set is the period between die 
addition of the water and the moment when ihe mass loses its fluid condition, and the final set i'i 
the period Wlween the addition of the water ami ihe moment when the cement is sufficiently hard 
to withstand a specified pre.ssure. The initial set is sharply defined in quick-setting cements, lait 
is very vague and ill-denned in those which arc slow setting. As the setting lime is affected by 
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the amount of water used and the temperature of the room in which the test is carried out, the 
paste must be made of a specified consistency, ami the test should be carried out at a definite 
temperature, usually at 15"- 18“ C. B<Jlh the initial and final setting time are determined by 
means of the Vicat needle, shown in Fig. 35. The needle Is i mm. square, and is leaded to 
too g. The cement is contained in a split ring 8 cm. in diameter and 4 cm. high, which rests 
on a glass plate. The consistency is often considered correct when the mixture is plastic after 
|)ein" filled into the ring, as in the British Standard Specification (1915), but a modification of the 
Continental method is frequently used. In this melhorl the consistency is considered normal when 
a plunger l cm. in diameter and weighted to 300 g. penetrates to within 6 mm. of the lx>ttom 
of the pat. The initial set is considered to have taken place when the I mm. needle no longer 
penetrates to the boUoni of the mould, and the final set when the needle fails to make any im- 
pression upon the surface of the cement. Various automatic devices for the determination of the 
selling time of cement have been introduced. Tetmajer used flowing water to depress the needle 



Fic. 34. 


-Compression Test Machine made by the Associated Portland 
Cement Manufacliirers. 


at regular intervals, and recorded the distance through which the needle moved at each stroke by 
means nf a pen on a rotating disc. Goodman employed a small wheel instead of a needle. A 
rolling motion was imparled to this wheel, which dipp^ into a trough containing the cement, and 
a pencil attached to the axis of the wheel traced the setting curve. Pcrin’s instrument has a needle 
driven by clockwork, and the record is taken as a series of arcs on a drum. None of these ^ 
instruments has proved satisfactory. In Marten’s apparatus there are three needles placed side 
by side, which are held up by means of magnets, and caused to descend at intervals by means of a 
cam which cuts out the sustaining magnets. After an interval of half a minute the needles are 
^gain raised, and the table carrying the cemenf moulds moved forward ready for the next im- 
pression. Although this inslrumeci is superior to the others, the results obtained with it are said 
'0 he less trustworthy than those obtained byh.nnd, Tn 19^ Woodcock patented an automatic 
fipparatiis {Patent, No. 17,245, 1908). This apparatus is actuated by means of cU>ckwork, 
^ud consists of two Vicat needles which arc gently loweretl on to two semicircular pats of 
cement of standard thickness, held in moulds re.siing on a turn-table which moves onward one 
space every ten minutes, so as to bring a freah portion of the pat under the needle. The 
St ! ft ^ case in which the temperature can lie kept under control. Once 

arted, the apparatus needs no further altention, the time of setting in minutes being ascertained 
y counting the number of impressions and multiplying by ten. This apparatus has been in use 
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since 1908 at the laboratory of Mr F. Woodland Toms, official analyst at Jersey, and has proved 
quite satisfactory, giving results which are more consistent than those usually obtained by hand. 
Another automatic machine is Nicol’s Spissograph. 

Gary ^ has introduced a thermometric method of determining the selling time of cement, in 
which the evolution of heat during the process of setting is ascertained hy means of a thermometer 
embedded in the cement, which is held in a rubber ring placed in a glass vessel and packed round 
with sawdust in order to avoid loss of heat. The initial set, as indicated by this method, is some- 
what earlier than that obtained l^ the usual Vicat needle test, and, in the case of slow-setting 
cements, frequently cannot l>e detected at all, on account of the dissipation of the heat of hydration 
taking place as fast as its evolution. Also the results obtained with different quantities of cement 
vary. For these reasons the use of this instrument has been abandoned, at anyrate in this country. 
There can be little doubt, however, that this is a more scientific method of ascertaining the setting 
time than that usually adopted, since it indicates a real point of chemical change in the cement, 
instead of an arbitrarv point dep>endlng upon the weight of the needle chosen, and when it has 1)eeii 
further developed it will probably supplant the older method. 

In the British Standard Specification (1915) Portland cement is classified in three groups 
as follows : — 

Quick Setting. —When the initial setting lime is not less than two minutes, and the final 
selling time is not less than ten minutes, or more than thirty 
tniniues. 

Medium Setting.— When the initial setting lime is not 
less than ten minutes, and the final setting time is not less 
than thirty minules, or more than three hours. 

Slow Setting.— When the initial selling lime is not less 
than thirty minutes, and the final setting lime is not less 
than three hours, or more than seven hours. 

In addition to these grades, specially slow cements, of 
which the minimum lime of setting has been specified, unty 
also l»e supplied. Accorrling to the German “Normen’’ 
the initial setting of normal Portland cement must not take 
place in less than an hour after gauging, but for special pur* 
poses a quicker setting cement may be prepared, which must 
i>c marked as such. The final setting time is not specified. 

Constancy of Volume and Soundness.- Tlie tests fur 
constancy of volume and soundness are the most important 
of the mechanical tests. Soundness was formerly attributeil 
to the presence of free lime, tiue to over-liming or under- 
burning, which slakerl and expanded after the setting of llie 
cement, causing the latter to “ blow.” At tlie present lime 
this view is soincwhal morlified by most cement chemists. 
Ordinary quicklime undergoes immediate hydration on the 
a«ldilion «»f water, anti therefore, even if present, could nut 
be the cause of any subsequent expKinsion 5 but when the 
lime exists in a more or less crystalline form the hydratimi 
takes place much more slowly. The expan.sion of cement 
afier setting may therefore !)e due to the presence of Innv 
in a more or less crystalline form, in excess of that whicli 
the able is capable ol holding in combination or in solid 
solution, or it may l>e duc to the presence of an excess of magnesia, or to an excessive proportion uf 
sulphate.s. The expansion in the latter case is criiisidered hy Candlot to be due to the formation nf 
calcium sulpho-aluminate. Many mclhculs have l)een proposed for carrying out the test for chant^’^ 
of volume and soundness; at the present time an accelerated test is generally employed. In the 
Faija test a freshly gauged pat, |daced on a glass pl.ate. is subjecterl to a temperature of 40 5 ' 
43 ’ C. in a moist ainiospliere until set. and is then immersed in water at a lemperaliue of 46'‘-49 b. 
for the remainder of twenty-four hours. If ihc pat docs not show' any cracks or blisters on ilte 
surface next the glass tljc* cement is conshlered to l)e sound, otherwise the sample is spread cut 
in a thin layer in a coo! dry place for a day or two and the test repeated. If this second pat 
does n‘>t show any cracks or blisters the cement is conshlered sound when pro|>erly aerated. 

^ Chatelier test is usually cmployol. The apjiaralus consi,sts rrf a .split brass ring 30 lum- 
in diameter and 30 mm. deep, to wnich two p<^iinters, 150 mm. in length, are soldered (one on 
each side of the split) The ring is placed on a glass plate, filled with the cement paste, covered 
over with a second glass plate, and the whole placed in water at C. for twenty-four hours 

to set. The distance Itetwccn the ends of the prnnlers is then measured and the apparatus i^ 
placed in cold water, which is then gradually raised to the Ixrtling print, and kept boiling 
hours. After Cfxjling, the distance between the ends of the printer.^ is again measured, the increase-' 
in thj distance Ixiing termed the expansion. According to the British Standard Specificali‘'>^ 
(1915) the soundness of Portland cement must he determined by the Le Chatelier method, and tli'^ 

Gary, Concrete and Constriutional Engineering, 1907* *350 and 431 . 



Fir,. 35.— The ^’ic.'ll Needle. 
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expansion must not exceed lo mm. when the sample has been aerated for twenty-four hours in the 
manner described on p. 124. If the expansion is greater than this limit the lest must be repeated, 
with the diflerence tnat the sample is aerated at i5‘'-i8‘’ C. for seven days before testing. In 
this case the expansion must not exceed 5 ram. 

MICROSCOPIC EXAMINATION 

A microscopic examination of cement is often of value for detecting the presenc^f adulterants. 
Thus, Kentish rag can be distinguished from clinker l>y its light colour and smooth appearance 
when examined under the microscope. The microscope has played an even more important part, 
however, in the investigation of the constituents of cement clinker and hardened cement. The 
earliest attempts to utilise the microscope in this manner were due to Le Chatelier and T omebobm, 
the names etc., by which the constituents of cement clinker are known, lieing 

due to the latter investigator. The microscopic examination of the clinker maybe carried out in 
two ways : (i) One side of a thin chip of clinker may be ground and polished, the smoolli surface 
cemented to a piece of glass by means of Canada balsam, and the other side then ground until the 
section is sufficiently thin and polished. The thin section is then removed from the glas.«, mounted 
on a microscopic slide, covered with a cover glass, and examined under the microscope by tran.s- 
miited light. (2) A chip of the clinker is ground and polished on one face only, and examined 
under the microscope by reflected light, in the same manner as metals and alloys are examined by 
metallographisls. Owing to the difficulty of obtaining sections of sufficient thinness, the second 
method is to be preferred. The objective should be corrected for use without a cover glass, the 
most convenient power l)eing a 6 mm., and the eyepiece should be of moderate power so as to 
give a magnification of alx'Ut 300 diameters. 

In order to polish the clinker it is rubWd on a series of carborundum blocks, or sheets of 
carborundum cloth or paper, each successive block or cloth being of finer grain than the last ; the 
final polish is then obtained by means of rouge or alumina (diamantine powder) on a piece of 
stretched cloth. Water must not be used, as it attacks the clinker. When examined under a lens 
the finished surface should he free from scratches, and should present a mirror-like poU>h. In 
order to bring out the structure it Is necessary to clclr the iroltshed surface by rubbing it on a 
stretched cloth irioistencd with water, or by tne.'iiis of a 1 per cent, alcoholic solution of hydro- 
chloric acid. 

The following constituents are found In cement clinker ; - 

AUte.— This constituent is in the form of nearly colourless, well-defined crystals, belonging to 
the rhombic system. It appears to Ire the princi|>al puKluct of the chemical reaction between (he 
materials in the kiln, and the <|iiamuy found in the clinker incre.ases with the proportion of lime 
present, According to Richardson, alitc is a solid soluiiim xf tricalcium silicate in tricalcium 
aluminate (see p. 1 10). Crystals of pure altlc have Wen prepared, and these were found to contain 
lime, silica, alumina, ferrous oxide, and magnesia. 

Belite. — This is similar to allte, but has a darker colour, and usually shows fine stria?. It 
appears to contain less lime than allte. It is by no means always present in all cement clinker, but 
is usually found in cements which arc poor in lime. 

Celite.— Cclile and alile are the principal con.siitucnts of cement clinker, and are ptuljably the 
only ones which are es.senlial. Celite i.s darker in colour than alilo, pn.»Uibiy on account of the 
larger proportion of iron which it contains. In the clinker it forms a matrix between the grains of 
able, so that it appears to be the more fusible portion of ibc clinker, which has actUvilly melterl at 
the clinkering temperature and tl»en solidified as a eutectic mixture. An increased amount of ferric 
»>xide in the clinker causes an increased proportion of celite. According to Richardson, celite is a 
solid solution of dicalcium silicate in dicalcium aluminate (see p. 1 10). 

Felite. —This constituent dws not often occur in cement clinker, but is found in bl.ast furnace 
It forms rhombic crystals, and may contain magnesia when this is present in the clinker. 
Relite and felite are prolrably two forms of the same wlid solution. .According lo Kappea* the 
proportion of belitc to felite in cement clinker depends upon the leinperaliue of the kiln, the pro- 
duction of felite Ijeing favoured by a high temperature. 

When clinker is etched with 1 per cent, alcoholic hydrochloric acid, and ex.amined by reflected 
'got, U presents the appearance of a number of grains embedded in an intercrystalline matrix. The 
grams, which are attacked by the etching reagent, consist of aItU\ whdst ihe huercrysialline portion 
i^pears to be mainly cehte, Irut often contains more or less of a hard, white, porcelain like material. 

number of gas cavities are always seen, showing that the clinker has an open, pumice-like 
s tucture. Clinker from rotary kilns generally presents a mucli finer .structure than that from 
hilns, otherwise it is essentially the same. 

cement may W polished, etched, and examined in the same manner as clinker. Txvo 

ns ituents are found, the first of which exists in small, irregular grains, embedded in a matrix of 
The grains consist of unalter^ cement clinker, as may be proved by 
matiT^ t pet cent, alcoholic hydrochloric acid, when their structure may be seen. The 
The / inimersion in an aniline dye, thus showing its colloidal nature (see p. in). 

anA hardened cement contains unchanged clinker explains why it will again set if reground 

^ S^d with water, and also why extremely fine grinding improves cement. 


' Kappen, Twifuf 1905, 39, 370. 
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I r has been found that a paste made by mixing lightly calcined magnesia with a 
concentrated solution of magnesium chloride sets to a hard mass owing to the 
formation of a liydrated basic chloride, the composition of which may be expressed 
by the formula MgC1..5Nrg0.xH_,0, the value of x being about 17. This com- 
pound is one of the strongest binding materials known, and the mixture of chloride 
and oxide is technically employed under the name of Sorel- (or Magnesia ) 
Cement. 

The magnesia is obtained’ by calcining magnesite, MgCOj, at a temperature 
of about 800° C 

’I’he magnesite was formerly burnt in contact with the fuel in shaft kilns, but 
the modern practice is to em])loy regenerative gas-fired furnaces. The calcined 
magnesia should he free from carbonate, as during the setting of the cement the 
carbonate is decomposed with evolution of carbon dioxide and the production of 
an unsound cement. The standard quality stipulated for by Continental consumers 
at Leipzig in 1908 contains 85-go per cent, of magnesium oxide and less than 
4 per cent, of lime. 

The magnesium chloride, MgCI,^ is obtained .is a by-product from the 
mother liquor obtained in the e.xtraction of potassium chloride from tlie deposits of 
carnallite, MgCI,,.KC 1 . 6 H., 0 , at Slassfurt.’ 

The mother liquor, on evaporation at boiling point to a specific gravity of 1.34, deposits 
magnesium sulphate with chlorides of sodium and potassium. The hot liquor is separated from the 
crystals and is run into casks in which it solidities on cooling, and in Ihis state is put on the market 
as magnesium chloride. Bitlerii, the mother lit^iioE after extraction of common salt from sea water, 
>s another source of magnesium chloride. 

For the preparation of sorel cement a solution of magnesium chloride, MgCl.,, 
0 specific gravity 1.16-1,26, is employed. Sulphate should have been removed 
previously by precipitation with barium carbonate. The magnesia is intimately 


‘ See, however, this work, Vol. I., p. 366. 

ee this Work, Vol. I., p, 329, Stasuurt Industry, also Weldon and Dealcin Process. 
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mixed with the aggregate, and the mixture is then moistened with magnesium 
chloride solution and filled into moulds. 

Mixtures of chloride and oxide of magnesia are sometimes made and sold under the name of 
dry sorel cement. These are prepared either by simple mixture of chloride crystals with magnesia 
or by heating the crystals of MgCl2.6H20. At temperatures above t86° C. water and hydrochloric 
acid are evolved from this chloride, and, by judicious heating, a mixture of oxide and chloride in 
the correct proportions may be obtained (see Patent, No. 8,307, of igoS). The dry sorel cements 
deteriorate on exposure to the atmosphere and should therefore be packed in soldered tinned iron 
vessels. 

Magnesium oxychloride is one of the strongest cements known. A mixture 
of I part of this cement with 4 parts of sea sand gives a crushing strength of 
over 8,000 lbs. per square inch. One part of the oxychloride will serve to cement 
8 parts of sand. The cement is not appreciably affected by exposure to frost, 
rain, or occasional flooding, and therefore finds extensive application in the manu- 
facture of artificial stones for building purposes, especially window sills and door 
steps, but it is not suitable for stones constantly exposed to water. Owing to its 
great mechanical strength, this cement is used in the manufacture of abrasive 
wheels which can be run at a considerable velocity, but such wheels are by no 
means reliable unless they can be kept quite dry. If employed for wet grinding 
they soon crack and become dangerous. Silicate cement is not open to this objec- 
tion (see Grinding and Polishing Materials, p. 415). Sorel cement is some- 
times employed in the manufacture of artificial marble as it is capable of taking 
a very fine polish. 

Many patent flooring compositions contain magnesia cement (see British Patents, Nos. 14,173 and 
14,297, of 1906), and a material known as “xylolUe” is composed of sawdust united with this cement. 
In Hamburg a flooring which is much in vogue is made by using magnesium oxycliloride to cement 
sawdust which has been impregnated with oil. Such a floor I in. thick costs 8s. per square yard. 

The cost of sorel cement is considerably higher than that of Portland cement : during the year 
1909 the price of calcined magnesia, its principalingredient, was $14 to Si6pcr tonal the Californian 
magnesite deposits and $13 in Greece, whilst the average price of Portland cement throughout the 
United States during the same year was $5 per ton. 
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Artificial stones are produced by cementing together rock fragments such as 
quarry waste, sand, mining tailings, etc. Because of their relative cheapness and 
freedom from flaws, these artificial stones compare favourably with the natural 
product. The size and shape of the blocks can be varied at will, and ornamental 
stones are now manufactured which equal in appearance the carved natural stone. 

There are several kinds of artificial stone, and as they do not readily admit of 
classification, they may be described briefly as follows : — 

Concrete.— Under the name of concrete, building stones and paving blocks, 
steps and window sills are manufactured from a mixture of one part Portland 
cement with three to nine parts of mineral fragments (or aggregate), varying in 
size from fine sand to large pebbles. Steel rods are often embedded in the material 
in such a position as to take the tensile stresses, the concrete itself being capable 
of bearing considerable compression (see Concrete, p. 1 18). 

Victoria stone is a concrete made of finely crushed granite with a third of 
its weight of Portland cement. It is usually made from Leicestershire granite 
which has been washed free from soluble salts, dried, mixed with cement, and the 
mixture wetted and compressed into moulds. The blocks, when set, are hardened 
by immersion in a bath of sodium silicate for about a fortnight. Exposure to air 
effects a further hardening of the blocks, but the hardening is seldom, if ever, 
complete. 

This stone has a crushing strength of over 8,000 Il,s. per square inch, and shows a porosity oi 
1. 3 per cent, when immersed for twenty-four hours in water. Iron oxide is often added to iriipart 
A red colour to the stone. “Imperial Slone," “Empire Stone," and “ Inriurated Slone ’ are 
concretes of a similar nature. 


Ward’s stone is a concrete composed of oolitic limestone and Portland 
cement, and is utilised for ornamental stairways. Another variety of stone sold 
under this name is composed of granite and Portland cement. Stuart’s grano- 
lithic stone and Globe granite are of similar composition. 

A concrete made of crushed York stone chippings and Portland cement, 
'’ydraulically pressed into moulds, is sold as a paving material under the name of 
non-slip stone (see also Patent, No. jSj, of 190a). 

VOL. It.— 9 
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Clinker and siagblocks.— In certain districts mixtures of lime with natural 
puzzuolanic materials, destructor refuse, or granulated blast furnace slag, are utilised 
for the preparation of building and paving blocks, but they are only used to a 
limited extent, generally by municipal authorities, or large firms who can find a 
definite use for them. 

Ford’s silicate of lime stone is produced by pressing a mixture of burnt 
lime and sand into a perforated mould. The lime is slaked with boiling water and 
the stone hardened by exposure to superheated steam for a few hours at a pressure 
of 1 20 lbs. per square inch. 

Ransome's artificial stone— one of the earliest of this class of material — 
is described under Sodium Silicate (p. 134). 

Plaster cements are used as the binding material in many artificial stones 
and imitation marbles which are very suitable for interior decoration, but are of 
little use in situations exposed to the weather. The veinings of natural stone are 
imitated in various ways. A common method is to render plaster slow setting by 
gauging with size water, and to colour it by the addition of such substances as 
graphite, pyrolusite, cinnabar, litharge, chromium oxide or zinc white. This 
mixture is then kneaded together on a glass plate so as to form a paste. For the 
preparation of Marezzo marble, fibrous materials dipped in a cream, or slip of 
Keene’s cement (p. tty), coloured to the tint desired for the veining, are arranged 
on a glass plate. A thin coat of slip, tinted to the body colour of the marble, is 
then poured on the plate. The threads are picked out, leaving some of their 
coloured slip in the place they occupied, and dry Keene’s cement is added to 
absorb the superfluous moisture. A backing of cement is then added to give 
rigidity to the slab. 

According to Czermak (British Patent, No. 9,376, of t9or), marble may be copied in the following 
manner ; A thin slip of coloured plaster is cast on a glass plate. The plaster rs allowed to set and 
is then broken and the fragments separated slightly from each other. Plaster of another colour 
is then applied so as to fill up the interstices and produce veinings. See also British Patents, Nos. 
7,081 and 18,744, of Ipot ; Patent, No. 17,700, of 1905. 

Scagliola is the trade name of a stone manufactured from Keene’s cement 
mixed with colouring matters, to which is added water containing dissolved glue 
or isinglass. 

Sorel cement is employed for the manufacture of stones of great mechanical 
strength. Particles of carborundum or corundum cemented with this material form 
abrasive wheels, but these are not of the best quality (see p. 415). Stone stairways 
and stair treads are prepared with sorel cement, and in some localities this material 
is used in the manufacture of building blocks and window sills, Unfortunately, it 
is not very resistant to the weather. 

This cement is sometimes employed as the binding material for aitificial marbles, as the cement 
sets to a hard mass capable of taking a very fine polish. See Patents, Nos. 8,556 and 16,640, of 
1901 ; No. 20,492, of 1902. 

Other binding materials utilised in special cases for artificial stones are asphalt, pitch, wax, 
casein, powdered talc, sulphite cellulose (Patent, No. 11,830, of 1904), etc. A stone may also 1 * 
ptepar^ by mixing sand with linseed oil and flowers of sulphur. On healing the mixture, 
vulcanisation takes place and a solid block is produced. 

Reconstructed stone is manufactured from the debris of limestone quarries. 
This is crushed, mixed with dolomitic lime, and charged into retorts in which it is 
heated to 1,000“ C. The calcined mixture is then slaked and consolidated in 
moulds under pressure. The blocks are exposed to the drying action of air at 
about 40“ C, and are placed in steel tanks. The tanks are then closed, the con- 
tained air is pumped out, and carbon dioxide, driven oflf from a further supply of 
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raw material in the retorts, is pumped into the tanks; the lime is thus recarbonated 
yielding fairly hard blocks. ’ 


Blocks of stone similar to marble may be produced by compressing slaked lime 
acid snow into moulds made of fusible metal. If clay is added, a stone suitable for 
purposes may be obtained (see Patents, No. 13,467, of 1900, and No. 20,070, of 1905). 


and carbonic 
lithographic 


Moreau marble is prepared by immersing soft amorphous limestone in a 
bath of zinc sulphate so as to harden it. The limestone blocks are cut to size and 
stained before immersion. Afterwards they are dried by hot air, and in some cases 
the blocks themselves are heated. 


The material has a crushing strength of over 4,coo lbs. 
a surface equal to that produced on natural marble. 


per square inch and, on polishing, gives 


Lime-sand bricks (p. 223) are sometimes made in larger sizes, and the material 
is then classed as an artificial stone (see Patent, No. 2,605, of >906)- 

Blast furnace slag is cast in iron moulds and then allowed to cool slowly in 
an annealing oven. Bricks so produced make a good paving material See also 
“Clinker Bricks” (auk). 
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GLASS, SOLUBLE GLASS 

• By James Shelton, F.l.C. 

LITERATURE 


Bernhar[)T. — *’ Das Wasserglas.'* 1893. 

Frooe.— “ Das Konscrvieren der Bauraatcrialicn.*' Wcin, 1910. 

Osi'.— “ Lehrbuch der Tachnischcn Chemic.” 191 1. 

Ordisay,— Jcurmtl oj Sdemc, 1861, and Series, XXXII., 153, 337 ; 1862, and 
Series, XXXIIl., a? ; 1863, and Series, XXXV., 185. 

ni RNEi.t,.—/e«rH(r/.V<).<VO' i860, \'1II., 240. 

A SOLUTION of sodium carbonate or hydroxide slowly dissolves silica. The rate 
of solution may be accelerated by boiling under pressure, and this is one of the 
methods employed for the manufacture of sodium silicate. Flint is commonly used 
as the source of silica ; it is reduced to a fine state of subdivision by heating to 
redness, then quenched by tipping it into a large mass of water and grinding the 
cracked mass to a fine powder. In some districts infusorial earth is used instead 
of silica. The silica powder is digested with caustic soda in an iron boiler for about 
twelve hours at a pressure of about 60 lbs. per .square inch. An almost neutral 
lir|ucr is thus obtained, and this is concentrated until it has a specific gravity of 
about 1.7. The syrupy solution containing about 50 per cent, of sodium silicate 
is put on the market under the names sodium silicate, water-glass, soluble 
glass, etc. 

An ulLcrnale process involving the fusion of a mixture of silica and sodium salts is also commonly 
employed. The silica, pulverised as above, is mixed with a little charcoal powder and the sodium 
carbonate, or sometimes hydroxide or sulphate. The mass is then fused in a reverberatory furnace 
for about eight hours, at the end of wliicli time it is run otf inlo moulds. The blocks so produced are 
crushed and then dissolved by boiling with water in closed vessels under pressure. 

The composition of the commercial article is shown approximately by the 
formula Na,j0.4Si0«, but many samples have a greater or less amount of silica than 
this formula indicates. 

A mixed silicate of soda and potash is somclimcs prepared, and it is claimed that with an equal 
percentage of silica this mixture has a greater fluidity than a solution of sodium silicate. 

Sodium silicate is decomposed by carbon dioxide, gelatinous silica being 
deposited, but with bases such as lime and magnesia insoluble silicates are produced, 
liecause of these properties water-glass is largely employed as a cementing material 
for reducing the porosity of stones (see Patent, No. 12,980, of 1908). Itisalso 
fiJnployed as a rust-proof coating for metals, for the preparation of silicated soaps, 
Or impregnating wood or cloth to reduce inflammability, and as a fixing agent for 
srious dyes, especially in stereochromic work. An insulating material for covering 
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steam-pipes is manufactured by mixing sodium silicate with mica or asbestos and 

heating the mixture to a bright red heat. 

Ransome's artificial stone is prepared by mixing sodium silicate with sand, moulding the 
mixture to shape, and then immersing the product in a solution of calcium chloride. A cement of 
calcium silicate is thus produced, and the sodium chloride formed is removed (though not completely) 
by prolonged washing with water. Samples of this stone have attained a crushing strength of 2 
tons per square inch. This process, owing to the expense of the skilled labour required, has 
been discontinued (see also Patents, No. 11,715, of 1901, and No. 1,339, of 1908). 

Uralite (Patent, No. 6,oi6, of 1902) is made by compressing asbestos pulp into sheets which are 
then sprayed with a weak solution of sodium silicate and bicarbonate. 

After drying, the sheets are ready for use. 
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LUTES AND MISCELLANEOUS 
CEMENTS 

By Geoffrey Martin, Ph.D., D.Sc. 

The more important cements have been described above in the preceding articles. 
There remain, however, a considerable number of miscellaneous lutes and cements 
which are of the greatest possible use to the chemical engineer and works chemist, 
and a brief account of these will not be out of place here. 

Lutes and Cements to Resist Sulphuric and N itric Acids.— ( i ) Powdered 
pumice is mixed with silicate of soda solution of 50° Be. If the lute is required to 
set hard add a base like red lead, or lime, or magnesium oxide. 

(2) A mixture is made of 2 parts of powdered asbestos, i part of barium 
sulphate, and 2 parts of silicate of soda solution of 50° Be. density if the acids acting 
on the surface are concentrated, and 130° Be. if they are dilute. In any case the 
surface of the cement should be painted with acids. 

Another good lute much used for nitric acid retorts consists of blue asbestos 
fibres, blue asbestos powder, sodium silicate solution, together with a little tallow 
and boiled linseed oil. 

(3) A cement which will resist hot nitric acid consists of a mixture of i part 
of asbestos, i part of sand, and 2 parts of silicate of soda. 

(4) Acid pipes are usually luted with wet blue asbestos fibres, pressed together 
so as to form a paste or mat, and moistened with sodium silicate solution. 

Lute Proof against Nitric and Hydrochloric Acid Vapour.— Mix 
together I part resin, i part sulphur, 2 parts brick dust. Then melt together. 

Lutes for Chemical Retorts.— (1) The following is a very ancient one 
Mix together 2 parts of fine lime, 2 parts of fine flour, and i part of potter’s earth. 
Beat up the white of egg with an equal bulk of water, and make the solids into 
a paste with the liquid. 

{2) A well-known recipe, which is also used in melting pots, is this: — Mix 
sifted brick dust with an equal amount of red lead. Rub the mixture with boiled 
linseed oil and coarse sand to the stiffness of cement. To cover vessels, apply the 
paste and then dust sand over it. 

(3) For large pots use a mixture of 3 parts litharge, 2 parts freshly burnt 
pulverised lime, i part white bole ; linseed oil. 

(4) Freshly slaked lime is mixed into a concentrated solution of borax. The 
mixture is applied with a stifiT brush and allowed to dry. When heated the cement 
fuses to a glaze. 

See also above under " Lutes and Cements to resist Nitric and Sulphuric Acids.” 

Crucible Lutes. — (i) Powdered clay and brick dust are mixed with a solution 
of borax in water. 

(2) Freshly slaked lime and a concentrated solution of borax are made into a 
paste and allowed to’ thoroughly dry after applying. 

Crucible Cements. — (i) Mix powdered clay and brick dust with water or 
a solution of borax. With the borax the lute fuses to a compact vitreous mass in 
ihe crucible. 
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(2) 2 parts slaked lime, 2 parts borax, and i part of litharge and water are 
made into a paste. 

Cement for Furnaces. — Fire-clay, i part ; burnt fire clay, i part ; mixed with 
sufficient silica of soda to make it plastic. 

Cement to Resist White Heat— Plumbago, I part ; manganese dioxide, 
I part; salt, J part; borax, J part; iron filings, free from iron oxide, 2 parts; 
pulverised clay, 4 parts. Mix with water to form a thick paste; use immediately, 
and heat slowly to nearly whiteness. 

Water-Glass, Zinc, and Pyrolusite Cement.— Mix quickly together 
100 parts zinc white, 80 parts pyrolusite, 20 parts water glass, and apply at once, 
This cement hardens in a short time, and is adapted for cementing the joints of 
pipes exposed to a red heat. When fused it forms a glass-like joint of great 
adhesive power. 

Ajoint which will resist great heat is made by mixing asbestos powder 
into a thick paste with liquid silicate of soda. 

Non-conducting Cement for Covering Boilers and Steam-Pipes — 
Mix together Portland cement, i part ; flour, 2 parts ; sawdust, 4 pans ; fine sand, 
I part. Next mix in clay, 4 parts ; plasterer’s hair, 1 part. Mix well with water to 
consistency of mortar, and apply with a trowel to the thickness of i in. When dry 
apply successive coats of i in. thickness until a depth of 5-7 in. thickness of com- 
position is applied. Each coat must be dry before the next is applied. Finally, 
give two to three coats of tar. 

Many such compositions are sold, the main basis being asbestos. 

Cement for Fixing Tiles in Fireplaces and Grates.— Mix eijual parts of 
plaster of Paris, sand, and hair mortar. 

Cement for Fixing Iron BarsintoStone.— Use a compound of equal parts 
of pitch and sulphur. 

Cement for Seams and Joints of Stone Cisterns.— Use 6 parts of 
powdered brick; i part of white lead; i part of litharge. Mix to a paste with 
boiled linseed oil. 

Cement for Steam and Water Joints.— (1) Powdered litharge, to lbs,; 
plaster of Paris, 4 lbs, ; ted lead, 2 lbs. ; yellow ochre, | lb. ; hemp cut into J-in. 
lengths, J oz, >iix with boiled linseed oil to consistency of putty. 

(2) White lead, to parts; manganese dioxide, 3 parts; litharge, i part. Mix 
to a putty with boiled linseed oil. 

{3) The following is a good cement for faced .steam joints : — While lead, i part ; 
red lead, i part. Mix with linseed oil to a putty. When great heat has to be 
resisted add i part of plumbago to above mi.\ture. 

Cement for Cisterns and Watercourses.— Mix together powdered burnt 
day, 50 parts; powdered fire-brick, 40 parts; litharge, 10 parts. Stir in boiled 
linseed oil until the mass becomes of the consistency of a paste. Wet with water 
the parts to be covered before applying. 

Rust Joint Cement for Cast-Iron Cisterns.— (1) Cast-iron borings, 
5 lbs. ; powdered sal ammoniac, i oz. ; flour of sulphur, 2 oz. Mix with water. 

(2) A slower acting but better cement consists of cast-iron borings, 6 lbs.; 
powdered sal ammoniac, i oz. ; flour of sulphur, i oz. Mix with water. 

The weight in pounds of dry iron borings to be used in making a joint is 
obtained by dividing by five the cubic contents in inches of the joint. 

{3) Another much used mixture consists of iron filings, sal ammoniac, and acetic 
acid. Used for joining together the sections of cast-iron nitric acid stills. 

Enamel Glaze Cement for Coating Iron Pans.— Flint glass, 130 parts; 
sodium carbonate, 20.5 parts; boric acid, 12 parts. First dry at 100° C., then heat 
to redness, and carefully anneal. 

Cement for Marble. — (1) Fine sand, 20; litharge, 2; dry slaked lime, t; 
plaster of Paris, i. Make into a putty with boiled linseed oil. 
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(2) Keene’s Marble Cement consists of baked plaster of Paris, moistened 
with a saturated solution of alum, recalcined and reduced to powder. 

Cements for Joining Metals and Woods.— (i) Melt resin and stir into 
it calcined plaster of Paris until the mass is pasty. Add boiled oil until the paste 
is thinned somewhat, and apply hot. 

(2) Dissolve in boiling water, glue, aj lbs. ; gum ammoniacum, 2 oz. Add in 
small quantities a oz. sulphuric acid. 

Cements for Joining Metals to Earthenware — Mix together washed 
fine sand, 20 parts ; litharge, 2 parts; powdered quicklime, i part; mix with boiled 
linseed oil, and colour with pigments. 

Cements for Joining Metals to Glass.— (1) Mix 2 parts of powdered 
litharge and i part of white lead. Then stir this powder into the liquid formed 
by mixing 3 parts boiled linseed oil with i part of copal varnish. 

(2) Melt together with stirring on the water bath, copal varnish, 15 ; drying oil, 
5 ; turpentine, 3. Then add lo parts slaked lime. 

Turner’s Cement.— Bees’ wax, 2 parts; resin, 1 part; pitch, i part. Melt 
together and stir in fine brick dust. 

Cement for Plumbers. — Black resin, t part ; brick dust, 2 parts. Melt 
together. 

Cement for Joining Porcelain Heads to Metal Bars.— Mix Portland 
cement with hot glue. 

Cement for Fixing Pyrometers into Furnaces —A mixture of litharge 
and glycerine is much used. 

Composition Insoluble in Benzene and Petroleum. — Gelatine mixed 
with glycerine yields a liquid when hot, but which solidifies on cooling, forming 
a tough elastic material which much resembles indiarubber, and is quite insoluble 
in petroleum or benzene. 

Casks can he made impervious to benzene or petroleum by painting on the 
inside with this compound. 

I he material is also used for printers’ rollers, and also buffers for stamps. 

It should be noted that ordinary soap is insoluble in benzene, and forms a good 
lute. Therefore also a good lubricant for pumps working benzene, and for threads 
of screws. 

Joints which will resist benzene may be made of a mi.xture of plaster of 
Paris and hot liquefied glue. Apply hot. I.itharge and glycerine also form a 
good lute. 

Lute for Neck of Bottles with Glass Stoppers. — Take equal parts of 
linseed meal and whiting, and make into a stiff paste with water. Apply round 
stopper. 

' Dental Cements . — (i) I part of finest pulverised glass is mixed with 3 parts 
Of calcined zinc oxide (which must be kept in well-stoppered bottles), t part of 
borax is dissolved in the minimum amount of water, and mixed with zinc chloride 
solution of 1.5 sp. gr., which must also be kept in a well-corked bottle. For use, the 
powder is mixed with some of the liquid to form a putty, which soon hardens to a 
s one like mass. The material is an excellent, tenacious, tjuick-binding cement. 

(2) 5 parts of oxide of zinc, 2 parts silica (silex), i part borax, are moistened with 
^ so ution of I oz. zinc chloride in 6 drachms water. It sets in thirty minutes. 
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CLAYS AND ALLIED MATERIALS 


By Alfred B. Searle 

Analytical and Consulting Clumisty Shejield 

LITERATURE 

TiiE literature on clays is very prolific, but most of the information is scattered through scientific 
and technical journals not readily accessible. The following books will give all the information 
required by those who are not specialists in clays: — “British Clays, Shales, and Sands,” by A. B. 
Searle; “The Natural History of Clay,” by A. B. Searle; “Treatise on Ceramic Industries,” by 
E. Bourry, translated and revised by A. B. Searle; “Clays: their Occurrence and Use,” by H. 
Kies; “The Silicates,” by W. and D. Asch, translated and revised by A. B. Searle ; “ Ilandbuch 
dcr gesammten Toninduslrie,” by Bruno Kcrl ; “Notes on Pottery Clays,” by J. Fairie ; “Die 
feuerfesten Tone,” by C. Bischof; “Science of Brick making,” by G. Harris; “Gcsammelte 
Schriften,” by II, Seger ; “The Clayworkers Handbook,” by A. B. Searle. 

Most books on applied geology also deal with clays, though usually in a somewhat superficial 
manner. Further information on clays will lie found in the literature listed under such headings as 
Pottery, EarlhenM'are, Porcelain, Bricks, Tiles, Furnace I.inings and Refractory Materials in the 
present volume. 

Gkologically, clays are regarded as the product of the action of the weather on 
granitic (felspathic) rocks, but the term is also applied to most minerals which 
possess the property of being plastic when mixed with a suitable amount of water, 
The materials included as “clays” by geologists, therefore, comprise many 
mixtures of clays and other minerals, and no classification of clays from the geologi- 
cal point of view is wholly satisfactory to those engaged in the industries in 
which clays are used. 

So far as their chemical constitution is understood, clays appear to consist 
essentially of one or more aluminosilicic acids, that is, of complex acids containing 
silica and alumina combined with the elements of water, the whole forming a 
definite chemical compound of an acid character. 

For many years it has been understood lhal there is in all clays a certain essential and character- 
istic material— for which the term “clay substance” is usually employed, but a careful study of the 
products obtained by purifying various natural clays inevitably leads to the conclusion that the term 
" day substance ” is not hue single chemical compound, but is applicable to a number of different 
subst.inccs, all of which arc very closely related to each other. Just as in organic chemistry there is 
a large class of alcohols (ranging from the simple methyl alcohol to the highly complex sugars and 
benzene derivatives), so the term “ clay substance ’’covers an enormous number of different substances 
of the same general properties and closely allied to each other, their chief characteristic being that 
they are all aluminosilicic acids. It should, however, be observed that the term “clay substance ” is 
used somewhat loosely by some writers, and is often applied to crude clays which cannot be further 
purified than by the elutrialion they have received. Such clay's not infrequently contain a consider- 
able proportion of rock flour of a highly siliceous or ferruginous character, together with extremely 

particles of mica and other minerals, which are clearly not of the nature of clay. 

Failure to recr^nise the definite nature of true clays has created an enormous amount of con- 
lusion, and the number of erroneous statements in the literature of clays and allied substances is so 
it is exceedingly difficult for the student to know what is true and what is incorrect. 

The difficulties experienced in the invcsticalion of the constitution of clays are enormous, and 
we due (juiie as much to the stable nature of the “clay molecules” as to the complexity of their 
Indeed, it is difficult to find any other group of substances of so definite a character 
j Jfb leads so easily to the drawing of wrong conclusions. Thus, the action of alkalis on clays 
to the conclusion that clays are colloidal m character, and this appears to be confirmed by the 
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power they possess of adsorbing dyes ; yet there is ample evidence to show that the action of 
alkalis is to form new com})ounds, and llm the adsorption of dyes is not a true adsorption, but a 
definite chemical combination of the acid (clay) with the dyestuff. In a similar manner, the fact 
that clays do not melt sharply (like most definite chemical compt>unds), but ovtr a range of tem- 
perature (like mixtures and the so-called “solid solutions"), is often thought to show that clays do 
not possess a definite character so far as their chemical constitution is concernetl. This conclusion 
overlooks the remarkable resistance of clays to the action of heat and their resultant low con- 
ductivity, and it is by no means improbable that the range of fusion they exhibit is due to this 
resistance and not to their chemical constitution at all. 

The difficulty of purifying clays without seriously altering their composition is a source of endless 
trouble tn those who ate investigating their nature and properties. The minerals with which all 
natural clays are contaminated can only be removetl to a very limited extent by elutrialion and 
deposition, for the finest particles of rock flour have a specific gravity so close to that of the true 
clay as to render complete separation by this means impossible. Chemical reagents will not 
remove these adventitious minerals withtmt simultaneously attacking the clay, nor is any solvent for 
the clay known which does not cither decompose it or attack the impurities present in it. The 
usual methods of purification by crystallisation are inapplicable, and the formation of soluble or 
insoluble compounds which can afterwards be reconverted into the original clay has not yet been 
accoinplisheil. Several investigators have attempted this method of purification, only to find that 
the clay itself was converted into an isomeric aluminosiUcic acid from which the original substance 
could not be obtained. 

Clays behave precisely like other complex, Insoluble acids; that is to say, they combine with 
definite stoichiometric proportions of bases when healed with solutions of the latter, but the “clay 
molecule '* is so complex, and it has so strong a tendency to form isomeric and simpler compounds, 
that it is exceedingly difficult to separate the aliiminosHicales thus obuine<l, By /using clays with 
alkalis or carbonates the complex aluminosilicates formed by the action of solutions appear to be 
produced, but on treating these with such acids as acetic or hydrochloric acid, the complex salt is 
decomposed, and on evaporation and gentle ignition all the silica separates out in a free state. 

When heated for a long time with concentrated sulphuric acid, clays are converted into soluble 
aluminosilicic acids with loss of silica, or silica and alumina. Unfortunately the reaction which 
occurs is 50 complex that this treatment cannot be made the basis of a method of determining the 
proporticn of true clay in a sample, though it has been erroneously used for this purpose ever since 
Seger's classical research on the subject more than thirty years ago. Unfortunately, Segcr over- 
looked the fact that the action of the strong sulphuric acid is to effect a partial decomposition of 
the clay, and the formation of a more stable aluminosilicic acid. The precise acid foimcd depends 
on the molecular constitution of the original clay, and where the sample contains free silica, mica, 
felspar, and other siliceous minerals, the composition of the })ortion soluble in the sulphuric acid 
does not give any clear indication of the composition of the original clay. With very pure clays— 
such as the finest grades of kaolin or china clay— fairly consistent results arc obtained, but even 
these usually show a larger proportion of free silica than is actually present, and the method is 
therefore liable to be seriously misleading. 

The action of heat on true clays (aluminosilicic acids) is equally complex. At a temperature of 
about ^00* C. the acid is converted into an anhydride with consequent loss of water. As the 
anhydride is far more stable than the acid, it will readily be understood that on heating to a lower 
temperature some slight loss of water occurs, but the reaction or dehydration only occurs with 
appreciable rapidity at temperatures approaching 500* C. and above. The amount of water formed 
by the decomposition depends upon the particular aluminosilicic acid present ; with the best kaolin 
or china clay it averages about 13 per cent. The anhydride thus formed is far more readily 
soluble in acids than is the original clay, unless the heating has been carried out at so high a 
temperature that decomposition or polymerisation occurs, and an insoluble (except in hydrofluoric 
acid) anhydride is produced. If the temperature is sufficiently high (above IjaDO" C. in most cases), 
and the cooling is carried out under favourable conditions, the decomposed 01 polymerised anhydride 
will form crystals which are not readily attacked by hydrofluoric acid, and have a crystalline form 
and ultimate composition greatly resembling sUUmanite (Al^O^-SiOd. • Whether these crystals 
are really sillirnanitc or whether they are a highly complex aluroinosificic anhydride, in^which ibc 
alumina and silica arc in similar proportions, remains to be proved. 

It has been suggested that the action of beat on clay is to decompose It into free silica, free 
alumina and water, but strong as is the evidence in favour of this theory, that opposed to it appears 
to be equally so, if not stronger. 

From the forgoing sutements, it will be understood that the proximate composition of natural 
clays cannot be ascertained from the results of an ultimate analysis, nor is it possible to state with 
entire accuracy the mineralogical composition of any clay. The best that can be done is to 
separate the coarser particles by wa.shing the sample on a sieve with 200 meshes per linear inch, 
and treating the portion whiebi passes through the sieve in a Schoene’s elutriator with a 
stream of water flowing at the rate of 0.18 mm. per second. This will remove all the clay 
particles, together with a variable proportion of the finest panicles of other minerals.’ The “ clay 
substance” thus removed must then be analysed in order to ascertain its ultimate composition. 


. , ^ Mmple being examined is a shale or indurated clay it will be necessary to disintegrate 
it by boiling it with water to which a little ammonia has been added. 



CLAYS AND ALLIED MATERIALS 


141 

When Ihe purest elays are examined in this way they approximate lo the composition represented 
l)y the formula lijAIjSijO,, or as it is commonly but erroneously written, AI/ljaSiOj-aHjO. 
This formula has a simplicity which is probably misleading-so far as can be ascertained at the 
present time it would be more correct if multiplied by six, so as to be represented by IlajAluSiisOj,. 
If Asch’s theory as to the constitution of aluminosilicates is correct, and the evidence in its favour 
is very extensive-clays are ring compounds analogous lo those of the aromatic series in organic 
chemistry, and contain the aluminium and silicon atoms arranged in groups or rings, each containing 
five or six atoms, whilst the hydrogen atoms, and some of the oxygen ones, arc in the form of side 
chains. The number of possible compouods corresponding lo this formula, and 10 such variations 
of it as may readily be conceived, is exceedingly large, and as each different type may be further 
modified by the replacement of some of the OH groups by OK- or OCa-gtoups, etc., it will 
readily be understood that the number of theoretically possible clavs is almost Ireyond the limits of 
enumeration. The chief types of clay formulte are the following 

[Ineachcase, Si = 6Si(0 1 1 Si = 5 Si(OH)^. R=6R(OH),. R = 5 ll(OH),,] 

(u) Si • k • Si, 

(*) Si • R . Si, 

(c) R\Si 

Mi 

W k( Si 

Mi 

(c) Si • k • K • Si, 

(/•) S*i - k- k.sl, 

(g) Si • k • Si • k • Si, 

W) sT-kMi-k-Si, 

{/') Si • R • Si • R • ii. 

The foregoing formulit: show a higher proportion of water than is found in .some clays of the 
same alumina-silica ratio ; this is due to the replacement of some of the hydroxyl groups by alkali 
or alkaline earth hydrates, as already explained, and partly to the fact that clays easily lose some 
of their hydroxyl groups and form anhydrides in which the relationship of the aluminium and 
silicon atoms is not affected, the elements forming the water set free being liberated from the 
outside of the rings. Where tlie wltole of the hydroxyl is present in a clay, its formula shows all 
the valencies lo be satisfied. I'hus, the day ^ (above) would be represented briefly by 

(Si ■ R ■ R ■ Si) (HOj,), or if shown fully, by 
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As no perfectly pure clays are found in nature, these formula are modified by the inclusion ot 
Present in combination with the clay and replacing the OH-groups marked with an asterisk 
y OK or by OCa. The proportion of basic and a^atine oxides in the purer clays is, however, so 
small that they may generally be neglected in classifying ^ese clays according to their com- 
position. In less pure clays there is so great a difficulty in preparing pure samples of the aUimino- 
icic acid present that any allempi at the allocation of a formula is little more than guess work, 
supported by a large amount of evidence which it is diflIicuU to apply with accuracy, 
bu ^he ordinary brick clays of commerce produce bricks of a characteristic red colour when 
in ih*^’ usually considered that this red colour is due lo the presence of free ferric oxide 

it c evidence as regards the chemical constitution of the raw clay is that 

ontains ring compounds of both iron ana alumina, which are of a yellowish or grey colour 
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according to their composition, and, in accordance with this evidence, the red colour of the burned 
bricks may be due either to a decomposition of the complex ferro-aluminosilicic acid (clay) with the 
formation of free ferric oxide or of a complex anhydride of a reddish colour. At present there 
is not sufficient data to decide which of these iwocompounds is present ; indeed, it is not improbable 
that in some burned clays they may both exist simultaneously. 

The plasticity of days is almost as complex as their constitution, and though 
many theories have been published concerning the cause of it, none of them 
are entirely satisfactory. 

That plasticity is an inherent property of the clay molecule, and a characteristic of aluminu- 
silicic acids, seems to be unquestionable, though the production of some amount of plasticity (or 
what is regarded as such) in very fine powders of various substances seems to throw some doubt on 
the statement just made. When an attempt is made to define plasticity in such terms as will 
render its measurement possible, it is soon found that this properly is not of an elementary nature, 
but that it unites within itself such properties as cohesion, adhesion, elasticity, tensile strength, etc., 
and that any basis of measurement of the plasticity of a clay paste must include all these properties, 
and possibly some others. For this reason, any attempt to measure plasliciiy in terms of water or 
dyes absorbed, tensile strength, or linear extension when subjected to measured tensions, must 
prove incomplete, and the suggestion of Zschokke, amplified by Rasenow, to express plasticity in 
terms of the water required, mulliplied by the percentage of linear extension, and the product 
multiplied by the tensile strength, is by no means as reliable as is desirable. At the same time it 
forms the best means of measuring the plasticity hitherto su^ested. The suggestion of Ashley, 
that the plasticity of clay may be expressed in terms of the percentage of dye a<lsorbed, docs not 
place a seiies of clays in the same order of relative plasticity as would agree with the experience 
of practical potter?, and appears to l)e unreliable. 

Apart from all questions of measurement, plasticity may be defined as that 
inherent force which permits a substance to be altered in shape with the application 
of only a small force, the new shape being retained when the force no longer acts 
upon the material. In practice, an exiterienced potter. Or other clayworker, will 
ascertain the relative plasticity of a number of clays by " feeling ” them, but this 
method does not appear to be susceptible of accurate measurement. 

The various theories relating to plasticity, together with much other information on this very 
interesting properly of clays, will Ite found in some of the books menlioned in the list on p. 1 39* 

The shrinkage which articles made of clay paste undergo when allowed to 
dry is another characteristic property of most clays. 

When a highly plastic clay Is moulded and allowed to dry, the shrinkage is often so great 
that the piece is unable to wiih.siand the internal strains prf^uced and cracks Into a number 
of smaller pieces. In very pronounced cases it may fall to a powdery mass. Jf the drying be 
carried out rapidly (especially with the aid of heat) the strains will l)e all the more intense, and it 
will be impossible to keep the goods whole. If, on the contrary, the drying is effected with 
extreme slowness, and care is taken to avoid irregular rlrying and draught.s, it will not be difficult 
to obtain sound gorxls. The slow dr)'ing and the accompanying precautions are, however, so 
tedious as to make such “ tender ” clays of little commercial value, unless they can l>e treated with 
some non plastic material. Thus, the addition of sand before making the clay into a paste, will 
reduce its tendency to shrink, and will con.serjuenily stop the cracking and disintegration. There 
is a limit to the proportion of sand which can he adried ; this limit is characteristic of each individual 
clay, and must therefore lie ascertained by actual trial. There are large area.s of valuable brick 
clays in the South of England which are <|uite useless commercially, because they are too plastic, 
and shrink too much. If sand could lie added to them in reasonable proportions, such clays would 
be very useful, but the alwence of .sand in the localities in which these clays occur, and the cost of 
taking it to them being prohibitive, the clays must remain unused until some other method of 
reducing shrinkage has licen found. Heating the clay to a temperature of 200® C. will effect a 
result simitar to that of adding sand, but the cost of this treatment is prohibitive for ordinary brick 
and tile clays. 

All colloidal substances have a characteristic shrinkage, and there is good 
reason to suppose that the suggestion of Schloesing— revived more recently by 
Rohland— that clays contain considerable proportions of colloidal matter is correct. 

At the same time, the constitution of clays is such that it is impossible tn lie certain about this, 
as the evidence of a colloidal siruclure is far from complete, and may l>e capable of quite a different 
interpretation. 

What appears to take place in the drying of a plastic clay is that the particles 
are at first separated by a film of water ; as this evaporates, the particles draw closer 
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to each other until they are in intimate contact. This may occur before all the 
water has been evaporated, for there are still some pores in the mass even when the 
particles are as close together as they can be. 

If day is a colloidal material, a somewhat different explanation may be given ; all colloids swell 
when exposed to water, and absorb a considerable quantity of it in the process. The action of 
drv glue when soaked in water is typical. On again drying the swollen colloidal mass, the water 
evaOTrates, and the solid particles draw nearer together, until finally a hard dry substance is pro- 
ducw. As colloids, like clays, appear to be complexes of very high molecular weight, the relation- 
ship between tbe two is interesting in many ways. 

The practical difficulties which arise in the manipulation of clays in consequence 
of the shrinkage are numerous and complicated ; they are described in the works 
named on p. 139. 

The impurities m clays are chiefly of a mineral character and are due to the 
origin of the clay. 

As already stated, clays are primarily formed by the decomposition of felspar and other alumino- 
silicates (these minerals being the salts, and clays the corresponding or deiived acids), and when 
first formed are associated with numerous other minerals. The remarkable smallness of the 
particles of clay soon causes them to be removed by the action of water, and as the stream enters a 
lake or has its speed of flow reduced by some other means, the clay panicles are deposited and a 
secondary clay is formed. Some clays have been gathered up by water and deposited again and 
again, and are now found many miles from ihe place of their original formation. 

* In' the course of their travels clays may become associated with many kinds of mineral and 
vegetable impurities, the most important of which are stones, sand, rock flour and silt, ami vegetable 
matter derived from living or decomposed plants. The coarser particles may be separated by 
washing in a slow stream of water as already described, but lire finest particles and much of the 
matter of vegetable origin cannot be rentoved in this way, but must enter into the composition of 
the material of which the bricks, pots or other goods are made. The organic (vegetable) matter is 
removed when the goods are burned in the kiln, but its presence in tire earlier stages of the 
burning often has a marked effect on the colour of the goods, as it exercises a strong reducing action 
on some of the oxides to which the clays owe their colour. 

A process invented by Graf von Schwerin for the purification of clays consists in the subjection 
of a clay slip to the action of an electric current. Xlany of these impurities remain behind whilst 
the purified clay collects in a sheet at the cathode and is removed by a scraper. This method has 
been "pushed” vigorously recently, hut has not proved sufficiently attractive in practice for any 
well-known firms to adopt it. Nforeover, its limitations ate very great and preclude its use in 
many cases. More recently, the addition of ammonia or some other electrolyte followed by a 
process of centrifugal grading lias been successful. 

To describe the effects of all the impurities in clays would necessitate a small 
volume, and as they have been dealt with in some of the volumes mentioned on 
p. 139, there is no need to do more than indicate the most important ones very 
briefly here. 

Impurities containing soda, potash, lime, magnesia or other similar oxides or 
carbonates combine with the clay at temperatures above 700° C. and produce 
aluminosilicates, which are more readily fusible than the clay itself. Hence, if a 
clay containing these impurities is heated sufficiently, a temperature will be reached 
at which some fusion will occur, the fused mass filling up some of the pores in the 
material. As the mass cools it will be found to be much stronger than if it had not 
been heated so intensely, for the fused, glassy matter will have bound the other 
particles together with great firmness. If the heating be continued at a still higher 
temperature, a point will be reached at which the mass has undergone so much 
fusion as to begin to lose its shape; this is Ihe point of maximum practicable 
strength, or, as it is usually termed, the point of complete vitrification. It is the 
point aimed at, but purposely never reached, by makers of engineering brick.s, 
porcelain and other impervious ware. If the heating is carried beyond this point 
a fusion of the whole mass occurs and the articles are irretrievably spoiled. Any 
substance which facilitates this fusion is termed a flux, and as this property is 
possessed by most metallic oxides and carbon.ntes and by many sulphates and 
chlorides, a large number of the impurities in clay are fluxes. 

Limestone is an impurity which is very common in boulder clays, and its 
presence is very inconvenient, especially in the manufacture of bricks. The 
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difficulties caused by it may, however, be overcome by line grinding and burning 
at a proper temperature. Chalk, on the contrary, is often added to clay to reduce 
the shrinkage and to increase the binding power. 

Sand is a convenient term which includes all small mineral particles, no matter 
what their composition. Hence the action of sand on clay is complex. Fortpnately 
most sands are composed chiefly of silica, and may largely be regarded as impure 
forms of this oxide. The first action of sand on clay is to reduce its plasticity and 
shrinkage, and its presence is therefore a desideratum in many cases. 

If coarse, sand prevents the clav from being used for work requiring a very fine finish, but this 
coarse sand can usually be removed by treating the clay in a wash mill. In the kiln, the sand may 
combine with some of the fluxes previously mentioned, and as simple silicates are usually more 
fusible than the more complex ones, the presence of sand may bring about an early vitrification of 
the material, and give it an undesirably low fusing point. At the same time, sand is, of itself, 
a refractory material, though not so resistant as pure clay, and the addition of it to a fusible clay 
will increase the heat resistance of the latter. On the other hand, the addition of sand to a pure 
clay will lower the fusing point of the clay. 

The metallic oxides and silicates contained in clays in the form of sand or 
rock dust behave like the impurities just mentioned, and reduce the shrinkage and 
the resistance of the material to heat. At the same time they may determine the 
colour of the burned material. 

Thus, clays containing more than 3 per cent, of iron oxide or its equivalent will usually burn red, 
but if reducing con<lilions prevail in the kiln, a dark grey (technically regarded ai* "blue ")i)ra 
black mass will be produced from such clays. The action of each of the metallic oxides and silicates 
cannot be described here, Readers desiring it will find further information in the books nientiorcd 
on p. 139. 


CLAYS OF COMMKRCIAL IMPORTANCK 

The following clays are of considerable technical importance. More information 
concerning them, together with a more complete list of valuable clays, is given in 
" British Clays, Shales, and Sands,” by A. B. Searle. 

Adobe clay is a silty clay which is used in some countries, notably Spain and 
South .‘America, for the erection of walls of dried mud. It is seldom used in (beat 
Britain, 

Alluvial clay is used for brickmaking in localities where no more suitable day 
is obtainable ; its irregular composition prevents it from being of great value. 

Alum shales are indurated clays from which alum is obtained. The sulphides 
in the clay are oxidised by exposure to the air or roasting, and the sulphates pro 
duced are washed out, the solution being evaporated until the crystallisation stage 
is reached. 

Any clay or shale suificiently rich in pyrites ot nther readily oxidisaidc sulphide may be used for 
the production of alum. (See the Alum Industry, p. 54.) 

Ball clays are relatively pure white burning clays which are characterised b) 
their great plasticity. The term is used to include clays differing greatly in iiuality 
and composition, many ball clays burning to a light brown colour instead of white 
British ball clays are characterised by the relatively low temperature at which 
vitrification (p. 143) occurs, though the mass does not begin to lose its shape until a 
temperature beyond the usual working limits of the kilns used by potters is reached. 
This property, combined with the high degree of plasticity, makes ball cbys 
extremely valuable for the manufacture of earthenware and stoneware (y.t'.). 

By the judicious use of whiie burning niin.plastic ingredients and of minute quantities of wtah 
oxide, the potter is able to neutralise the coloui ol the liurned Ull clay and to produce a ware 
of luiScient whiteness. Foi stoneware, the vitrification which ocean on heating hall clays ptoduas 
a mass of great strength and imperviouinesa to liquids; the colour of the product is regarded as ol 
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minor importance. The most valuable deposits of ball clay in the British Isles are in Dorset and 
Devonshire. 

Boulder clay is a term used by geologists to distinguish the clays deposited by 
glacial action. Broadly speaking, the boulder clay extends over the whole of 
northern England and over much of the Midlands and Ireland, but much of it is 
quite useless owing to the stones and sand deposited with it. The cleaner portions 
of the boulder clay are used for the manufacture of bricks and roofing tiles, and in 
a few isolated eases coarse glazed pottery is made from it. 

The stones and gravel which are a characteristic feature of this clay may be 
removed by screening or washing, or they may be crushed to powder ; the former 
method is the more effective but the latter is cheaper and for common bricks gives 
a useful product, provided that limestone is not present in large proportion. 

The limestone becomes converted into lime in the kiln, and when the bricks are exposed to the 
air, the lime hydrates and expands, cracking the bricks or breaking them to pieces. The only 
remedy consists in either removing the limestone, as indicated, or in grinding it so fine and heating 
the bricks to such a temperature that the lime enters into combination with the clay, forming a glassy 
compound wliich does not expand appreciably on exposure. 

Brick clays and brick earths are those specially suitable for the manufacture 
of bricks, though the latter term is usually confined to superficial clays which are 
suitable for hand-made bricks and is specially used in connection with certain clays 
in the London Basin. 

For btickmaking, a elay or earth must contain sufficient sand to reduce the shrinkage in drying 
and burning to within reasoiialile limils (usually about i in. per linear foot), as otherwise the clay 
will crack or twist unduly. To mix sand with a liighly plastic clay necessitates the use of powerful 
machinery or the expenditure of much lime and labour, so that those clays pre-eminenlly suited for 
brickmaking are the ones wliich naturally c main sutficient sand, and would be more correclly 
ternred loams than clays. 

The chief characteristics required in a Irrick earth are moderate shrinkage, great strength when 
burned, and good colour when taken out of the kiln. If these requirements are satisfied, the com* 
position and other prt perties may be regarded as of secondary importance. 

Cement clays are those specially suitable for the manufacture of Portland 
cement and similar substances (see p. 87). They must be very siliceous, but free 
from more than a very small percentage of magnesia. High class shales are 
generally used for the purpose, as plasticity is of no importance, and is, in fact, 
an objectionable property. 

The cement works on the Thames and Medway u.se alluvial mud which i.s mixed with chalk, , 
but in Cambridgeshire a naturally occurring mixture of clay and chalk (Marl) is preferred. 


China clay is a white burning clay of low plasticity which is usually found 
close to the place of Its original formation by the decomposition of igneous rocks. 
Ihe only deposits of importance in Great Britain are in Cornwall, though small 
quantities are found in other localities. The term kaolin' refers to any clays 
having the general characteristics of china day, quite independently of their origin, 
so that unless care is taken, confusion may easily arise. When separated from the 
coarser rock particles, by washing, china clay and the purer kaolins contain about 
90 per cent, of true clay and, so far as composition is concerned, a carefully selected 
and refined china day approaches more nearly to a pure clay than any other clay 
knowii. Such a clay is exceedingly resistant to heat (corresponding to Seger cone 
34 which has a softening point of t,75o' C.) but its low plasticity prevents it being 
nsed for many purposes for which the somewhat less pure, but highly plastic, ball 
clays are eminently useful. 

lo haolins are used in the manufacture of porcelain (p. 183) and owe their name 

uuai t‘ manufacture of china ware (p. 185). .Still larger 

factu/^'*f nsed in the manufacture of paper, and the very finest qualities are used for the manu* 
the bo 1 '' vl?’''arme. In the manufacture of earthenwraie, china clay gives an added whiteness to 
y> whilst being more plastic than flint— the other agent used for the same purpose. 


' See also Sections LXV., LXVI., and LX\TI. 
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Crucible clays are selected fire-clays, mixed with burned fire-clay or grog 
and sometimes with 3-30 per cent, of plumbago or blacklead to increase their 
resistance to sudden changes in temperature, and to secure more complete reducing 
conditions when melting metals and reducing ores. The quality of a crucible 
depends very largely on the mixture employed haying the requi.site characteristics, 
and it is seldom that good crucibles of large size can be made from a single clay. 

It is customary to use several days of similar origin, but of slightly different properties, the low- 
cost of a local fire-clay (where such is obtainable) causing it to be used in some instances even when 
belter crucibles could be made by substituting a stighlty more expensive cla 3 '. The mixtures used 
vaiy with the purposes for which the crudbles are to be employe, and the temperatures to which 
they are to be heated. It is therefore useless giving sjtecial recipes here, as each crucible manu- 
facturer has to adapt his mixtures to the needs of his various customers. 

Fire-clays are those which have a notable resistance to the action of heat. It 
is not customary to include clays under this term unless they are at least as 
resistant as Seger cone 26 (1,580^ C). 

The fire-clays occur chiefly in the coal-fiehls and in close association with coal, the most famous 
being those near Stourliridgc, around Leeds and in Vorkshire generally, and the fire-clays in West 
Scotland, of which Gknlxiig is commonly regarded as typical. Kor export purposes the fire-clays 
in the Northumbrian and Durham coal-hcfds arc particularly well known. Giber deposits of fire-clay 
occur in other localities and have a local reputation, especially in Derbyshire and Wales. 

Apart from resistance to heat, the most important characteristic of fire-clays 
is the production of goods devoid of shrinkage with sufficient resistance to abrasion 
and corrosion and of accurate shape- 

Fuller's earth is a term applied to any earthy matter which will act as a grease 
absorbent, but true fuller’s earth is not unlike a china clay, though it differs from 
the latter in several respects, notably in composition, being more allied to a marl. 

Careful analyses suggest that fuller‘.s earth is related to the clays, but dues nut correspwul 
exactly to any one of them. The most important deposits occur in Surrey, Kent, and Hedfordshire. 
At the present lime, large quantities of china clay are sold as fuller's eartl), especially for toilet 
purposes. 

Canister is a rocky mineral with a composition corresponding to a pure silica 
mixed with about one-tenth of its weight of clay. It is used in the manufacture of 
siliceous fire-bricks (p. 223} and for lining furnaces. 

Grog is a burned clay which is added to raw clay to reduce the shrinkage of 
the latter. In refractory wares it also serves as a skeleton which ))reserves the 
general shape of the articles in the kiln. Its properties vary with the clay fiuiii 
which it has been made by simple calcination. 

Kaolinite is not a clay in the usual sense of the term, but a crystalline mineral 
of the same composition as the purest clays (kaolins) yet isolated, viz., 

It has, for this reason, been regarded as the essential constituent of all clays, but this is ini- 
prolable. For reasons already given, clays appear to form an inijrorlant branch of the alunnno- 
silicic acids, but it is clear that lijcrc may l»c a number of aluminosilicic acids which do nfi 
po5.ses.s the characteristic pnipcrties of clays. Kaolinitc appears to be one of these acid^^. 
The conditions which occur in the formation of clay are not favourable to crystallisation, >" 
that kaolinitc appears as a rare constituent in clays; at the same time its general properties arc 
such as to make it resemble very closely the purest china clays obtainable, though ri is not plastic. 

Loams are natural mixtures of clay and sand, and arc useful for the maim- 
facture of bricks, tiles, and similar articles. They play an important jxirt in 
agriculture. 

MefIs are natural mixtures of clay and chalk, and are specially suitable for the 
manufacture of cements and for certain kinds of bricks. 

Many of the sttKk bricks used in London ate made of artificial marls or tntlniS, prepared hy 
mixing chalk am) clay together with water in a wash-mill. The term marl is also applied to fria'>'^ 
earths which are devoid of chalk, as in Staffordshire, where the so-called marli used for the fatuous 
blue engineering bricks are clays occurring in the Upper Coal Measures. 
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Pipeclay is primarily any clay suitable for the manufacture of clay tobacco 
pipes, but it is now applied to alt whitish clays. 

It occurs in small quantities in many localities, but the chief deposits are in Devonshire and 
North Derbyshire. 

Puddling clay is any plastic clay which will form a waterproof backing or 
lining to a reservoir or similar structure. 

It is important that puddling clays shall dry without cracking, and if very plastic they must 
usually be mixed with sufficient sand to prevent this defect. 

Red-burning clays are those which are red in colour after being heated to 
cSoo” C. or above. 'I'tiey are chiefly used in the manufacture of bricks, tiles and 
terra-cotta. 'I'he colour is due to iron contpounds, the precise nature of which has 
not been satisfactorily explained. The composition varies within wide limits, and 
even the percentage of iron present appears to hear no simple ratio to the intensity 
of the colour produced. 

The best red-ljurning clays are the Midland marls, the Welsh clays typified by Ruabon, and the 
Lancashire clays typified by .Accrington, but such excellent red-burning clays can be found in other 
parts ot the country tliat it is probably more corrcci to say that the localities mentioned owe their 
reputation rather to the size of the wrtrks an I lire shill of the men engaged in them than to any very 
cxceptinnal quality in the clays themselves. 


In the production of terra-cotta, brick.s and tiles from red-burning clays, the 
chief reijuisites are uniformity of colour, quality of colour, strength or resistance 
to crushing, and accuracy of shape. Slowness of heating, combined with 
an ample supply of air, is the chief means of obtaining a good red colour; if the 
temperature rises too rapidly, and there is a lack of air, the iron com])ounds in the 
clay become reduced to the ferrous state and then rapidly combine with the clay, 
forming vitrified and slag like compounds of a dark blue, grey or black appearance. 
Usually these darker tones are more abundant near the centre of the bricks, and 
are then known as hearts or cores ; if very extensive, the gases produced in con- 
nection with these cores will cause the bricks to swell, and will give them a partially 
molten appearance, rendering them almost useless for structural work. If the 
healing is effected very slowly, and sulficient air enters the pores of the bricks or 
other articles, the iron compounds will remain oxidised, even when any carbonaceous 
matter in the clay is being burnt out, and the bricks will retain their true shape, 
and will have the desired colour. .As slow heating is expensive, the tendency of 
all brickmakers is to hurry the heating, hut in proportion as they do so with close 
textured clays, so do they increase the risk of dark coloured and swollen goods. 
If the plasticity of the clay is sufficiently great for sand to he mixed with it, this 
will open the pores and so shorten the time required for the heat and air to 
[Kiietrate the bricks. The proportion of sand which can he added is, however, 
hniited, as it depends on the binding power of the clay. .An excess of sand will 
make the bricks so soft that they can be rubbed to pieces by rubbing them against 
one another. For the erection of specially shaixid arches, such soft bricks are 
made on purpose, and are termed rubbers. 

Many alicnipls have been made to improve itic colour of red-lairtiing clays by the addition of 
md oxide of iron : such alteiv-pts usually end in failure, as the colouring matter must be in a far 
finer state of division than commercial iron oxide, and it must Ire distributed throughout the clay 
‘fi a far mote uniform manner than is pos.silile with an ordinary mixer. The addition of ochreous 
r ajs IS more satisfactory, but is loo costly, and the only means of making a poor-lonking clay into 
a good red brick is to apply a dip or cream, comprised of good clay anti water, to the defective brick 
r ore it enters the kiln, If the composition of the dip is correctly .adjusted, the bricks will then 
are a good red e-\terior ; inside they will, of course. Ire as unpleasant as Irefore, but this will not 
natter so long as the bricks are not chipped or broken. 

Refractory clays have been described under Fire-clays (p. 146). 

. ^^SKer clays are fire-clays specially suitable for making cases or saggers 

Which pottery is placed when in the kiln or oven. 

fits requirements of a sagger clay are similar to those of a crucible, but as the saggers are 



1^8 


INDUSTRIAL CHEMISTRY 


usually much larger and shallower, h is even more important t 1 \at they should not lose their shape 
when healed. The best saggers arc made of a mixture of fire-clay and grog. 

Shales are indurated clays which have lost their original texture, and have 
become hardened into a stony mass, the chief characteristic of which is the curious 
laminations of which it is composed. 

Many shales are so siliceous as to be almost devoid of clay, but the clay shales as a whole are 
excellent brickmaking materials. They require to be ground to ]rowder before use ; this grinding 
reduces them to something like their oiiginal condition, so tltal when the ground shale is mixed 
wiih water it becomes plasiic. Some shales are almost as refractory as fire-clays, but the majority 
of British clay shales proiluce ordinary red or buff bricks. 

Oil shales contain a sufficient proportion of bituminous matter to permit oil 
to be distilled from them in commercially profitable quantities (see Martin’s 
“Industrial Chemistry: Organic”). Some of the richer shales produce no less 
than 40 galls, of crude oil per ton of shale. 

Alum shales have already been described (p. 144). 

Slates are hard clayey rocks, often very dark in colour on account of the 
carbonaceous matter present, and may be regarded as shales which have been sub- 
jected to some amount of heating. 

They are extensively used as a roofing miierial, and ihc refuse from the slate quarries is 
occasionally ground and used for the manufiiciure of bricks. Its hardness and lack of plasticity 
arc, however, against its use for this purpose in most localities, and it may l>c regarded as of 
little value. 

The chief British slates occur in the I.ake District, Wales, and in various parts of West 
Scotland and Ireland. 

Soils are essentially mixtures of clay and sand, but calcareous soils or marls 
(p. 146) are also of importance in agriculture. 

The composition of soils varies very greaiiy, and in spite of the vast amount <»f research carried 
out on the subject, there is still but little known as to whai really constitute the defirable qualities 
of soils for many crops. 1 he productiveness of a soil appears to depend on its porosity or nteans 
of iiuruducirig air and water to the roots of the plant, ami on the proportion of soluble salts con- 
tained in it in a foim in which they are useful to the crops. As these soluble salts are removed the 
soil becomes impoverished, and its food-content must l>e renewed by the addition of fertilisers and 
manures. 'I'he decay of vegetable and animal matter in the s(»il induces acidity which must be 
neutralised by the addition of lime, but the subject of lime fertilisers is too complex to be dealt 
with here. Most virgin soils are too heavy to used without some preparation, and must there- 
fore be broken up mechanically. Many soils must also be made more j)oirius by the addition of 
non plastic matter such as chalk, sand or lightly burned clay. For fuilhci information on soils, 
the reader should consult some of the many excellent text-books on the subject of agi icullurc. 

Surface clays are those which occur on the surface of the ground or im- 
mediately below the soil. 

They vary enormously in character according to their origin and mode of deposition, and in 
some lotaiilics are weak and sandy, whilst in others they ate strong, tough, and highly plastic. 
I'he latter are useless fur manufacturing purposes unless a suitable sand is available, and a mixture 
of sand and clay can l>e made at a sufficiently low cost. 

Tender clays are usually highly plastic, and consequently they cannot be 
used for the manufacture of bricks or pottery without the addition of some non- 
plastic material. 

They are termed “lender"’ because when ordinary methods of manufacture are used, these 
clays crack or twist, or otherwise cause trouble on account of their apparent inability to withstand 
the ordinary treatment. This tenderness may usually be overcome by the addition of a suitable 
material, but the effect of this addition is, usually, to change the properties of the clay to such an 
extent as to make it unsuitable for the purposes for which it was proposed to use it. Thus, many 
tender clays burn to a delightful colour, but the addition of sand converts them into very 
“ordinary” bricks, and the specially attractive colour is lost. Where such special characteristics 
are to be retained, the services of an expert in clay working must be requisitioned, for the leceni 
advances in this direction arc beyond the powers of the average Iwick maker, machine manufacturer 
or kiln builder. With the right treatment, it is now ]>06!iibk to retain almost all the good qualities 
of lender clays and to overcome their tendeineu. 
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VitrifiablC clays are those which are impervious to water after they have been 
burned in a kiln or oven. This imperviousness is valuable in itself as enabling 
articles of such clays to be used for containing liquids of various kinds, without the 
necessity of using glazed ware, but the vitrifiable clays are chiefly valued on account 
of the strength of the ware made from them. If a pure clay is heated it remains 
porous until a temperature beyond the reach of commercial kilns is reached, when 
it gradually melts and loses its shape. With a vitrifiable clay, on the contrary, there 
is a sufficient proportion of fluxing material present for some of the constituents of 
the clay to commence to fuse at a dull red heat. As the temperature rises more 
and more fused matter is produced, and this gradually fills the pores in the clayey 
mass. Finally, a stage is reached when all the pores are filled, and if the heating 
is continued still further the mass will lose its shape. In some cases the corrosive 
action of the fused constituents is so great that the mass loses its shape even before 
all the pores are filled ; such clays are less valuable for commercial purposes. 

The best vitrifiable clays (so far as British clays are concerned) are the ball clays 
occurring in Dorset and Devonshire, but artificial mixtures are frequently made 
by the judicious use of fire-clay and felspar or some other suitable flux. Time 
compounds are undesirable for this purpose, as they are too violent in reaction, 
and bring about a premature loss of shape. Magnesia compounds, on the contrary, 
give a long range of vitrification, and produce impermeable wares at a temperature 
considerably below that at which loss of shape occurs. 

The vitrified mass produced when vilrifudde clays are burned nt a suitable temperature consists 
e.ssential!y of a skeleton of refractory clay, the particles of ultich are Iround together by a glassy 
magma formed of the fused constituents. Bricks and other articles made o( clay must usually 
contain some vitrified matter, as without it tliey would he so weak as to he useless, but the term 
‘■vitrified” is usually restricted to those articles which do not ahsorh more than 1 per cent, of 
water on immersion for twenty-four hours. The enormous resistance to crushing which is so 
characteristic of lilue bricks is due to the large proportion of vitrified material in llicrn, tills 
material lieing increased by the rerlucing conilitiuns under wliich such liricks are luiined. .-ks 
previously explained, the ferric compounds in a brick healed under oxidising conditions only act 
as colouring agents, l)ut in a reducing atmosphere the ferrous compounds form a vitrified mass 
with a long range of vitrification, and yield a material which is fully as valuable as magnesia for 
tills purpose. 

Yellow or Buff-Burning Clays arc usually fire-clays, but some vitrifiable 
days in the Midl.inds produce yellow bricks, and some nii.xtures of red-burning 
clay and chalk used for bricks in various parts of the South of F.ngland produce 
bricks which are of a pale primrose tint. 

Ortlinarily a clay which has more than 3 per cent, of iron (expressed ns ferric oxide) will 
produce reel nr lerra-coua ware when burned, Iml if a sufficient projwrtion of calcium carbonate 
IS present or U acld.ed in the form of chalk, this will combine w ith the iron and clay and will form 
a while lirick, a yellow tinge being produced if the lime has not combined with .ill the iron. Clays 
wiih less than 3 per cent, of iron as ferric oxide will, if sufficient true clay be present, burn to a 
buff or primrose colour, but if much Huxing material is present a dark-coloured brick may be 
IJ'ocluccil, 


ANALYSIS OF Cl.AYS 

from what has been staled on previous page‘s, it will l>e undersU»od that the published analyses 
of clays are of minor value, inasmuch as must of them are very incomplete. To omit an actual 
detciminalion of the “alkali.s” (potash and so<la compounds) and to fill in the blank thus caused 
by deducting the sum of the other constituents determined, is almost unpardonable, for a difference 
of only I per cent, in the amount of alkalis present will make all the difference when a selection 
fo l)e made lietween two clays of simitar composition, or where a clay of exceptionally high 
resistance to heat i.s needed. In most published analyses all that is .shown is the relative pro- 
poriiuns of alumina and silica w'ilh those of such oxides as ir^>n, lime, and magnesia For non- 
refractory clays this information tells little or nothing of value ; for refractory clays it is almost 
useless unless an accurate statement of the |)ercentage of potash and soda is also present. There 
rs little information to be derived from an analysis which cannot l>e known equally well by 
determining the fusing point of the clay (relative to S^er cones), and from the appearance of the 
raw and fired samples, and analysis is only of value in comparing clays where the composition 
be known with considerable accuracy in order to make the necessary adjustment of the 
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mixtures used in porcelain or earthenware bodies. For most purposes for which analyses of clays 
are made, however, it would l)c better first to examine the clay in the manner indicated above and 
to leave the analysis to a later stage in the investigation. % this means many unsuitable clays 
can be sorted out at a small cost, whereas an analysis, if it is to be of any value, is a tedious and 
costly piece of work. Some of the precautions required are stated in J. W. Melloi’s “ Quantitative 
Inorganic Analysis" (London, 1913^ 

In various text-books a method is described which purports to show how clay may be separated 
from the other constituents of a mixture. This consists in treating the clay with hot sulphuric acid, 
which is supposed to dissolve the clay and to leave felspar, mica, and other associated minerals 
(sand) unattackecl. Seger devoted much attention to this process, and with a limited number of 
kaolins it yielded useful but erroneous results. The reason for this has already been explained on 
p. 140. There is, at the present lime, no definite means of ascertaining accurately the proportion of 
“ true clay ” in a sample, and the best that can be dune U to eliminate other coarser particles by 
careful washing or eluiriation, and then to make an analysis and microscopical examination of the 
finest particles. As few other substances are so finely "divided as clay, this method gives results 
which are more accurate than would generally be supposed. An analysis of a clay may be expressed 
in terms better understood by the average man hy recalculating the “ ultimate analysis ” of the finest 
particles into clay, felspar or mica, and free silica, on the ha.sis that all the lime, magnesia, and 
alkalis are in the form of felspar or mica, the remainder of the alumina and a proportionate 
quantity of silica are in the form of kaolinite nr other clay of the same composition; any silica 
then left over being regarded as present in the free stale. This calculation, which is purely empirical, 
and is open to nvnnerous objections, is. at present, the nearest approach to a proximate analysis 
of clay which has yet been devised. If taken in conjunction with a microscopical and petrological 
examination of the clay it will give results which are at least intelligible to the clay-worker, even 
though not of the highest scientific value. The seriou-s error in such a method lies in the assump- 
tion that the true clay actually present is of the same composition as kaolinite : in reality many 
alumitiosilicic acids (especially those in fire-clays) appear to be richer in silica. The error caused by- 
understating the clay and overstating the free silica does not. however, prove serious in practice, 
In some cases the assumption that the tixides are present as mica or felspar U more serious, but 
with the present state of knosvlerlge it is difficult to avoid this error. There is a large ficlil for 
research with a view of lintling some substance of definite characteristics (especially insolubility or 
solubility), synthesisalde from the various aluminosilicic acids in a quantitative manner. The 
present writer has esumined a Urge numl)er of likely compounds, but has hitherto failed to find 
one which is satisfactory ; in most cases the action of heat on them has lieen (ik) powerful, and has 
efiected a separation nf some of the silica from the clay molecule, whilst the treatment of a clay 
with a strong acid or alkali brings about a complex decomposition of the molecule and completely 
prohibits the production of a definite compound by simple double decomposition, The various 
zeolites, which are simple salts of ahitninosilicic acids, are not difficult to prepare, but they 
cannot be produced qu.intitaiively and sufficiently free from other constituents of the clay; it is. 
however, highly probable that in the formation of some zeolite at a temperature not exceeding that 
of boiling water, that the determination of the proportion of true clay in a sample is most likely to 
be successful, and a number of chemists iniereNiod in clays have, for some lime, been assiduously 
working in this direction. 

Physical tests of clay are of considerable importance, but are loo numerous, and require loo 
lengthy a description to be included here. Readers in^ere^led in them will find detailed descriptions 
in “ The Clay-Worker’s Ilandljook, ’ and in “ Pritish Clays, Shales, and Sands" (see Literature, 
P- 139 )- 
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Journal, and the Transactiens of the En^lhh Ceramic Society. 

Pottery has always lield an important place among the essential requirements of 
life, and its use has now extended to such an extent that it is difficult to realise the 
dependence of the industrial world upon it. 

Without pottery there could not be the convenient employment of electricity we now enjoy •, 
the proiUiction of the highest grades of steel and of most other protluclsof the furnace would be 
mipossible ; there would l)c no bricks or tiles ; the production of corrosive chemicals, with all that 
depends thereon, would be reduced to an insignificant quantity ; the use of crucibles for testing 
und for refining purposes would remain unknown. In short, a modern industrial state without 
diverse forms of pottery is almost inconceivable. 

, ^here is, in fact, as Brongniart has remarked, “no industry that affords in its practice, in its 
^ory, or in its history, so many interesting considerations in the wealth of its scientific and 
economic application as the ceramic art or the manufacture of vessels and utensils out of baked 
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earth. Nnr do I know one that offers productions more simple, more varied, more easy to make, 
or more durable in spile of their fragile construction. In no other human product are so many 
qualities united,” 

The Classification of Pottery.— The term ^'pottery/' like several others 
which are equally familiar, is almost incapable of exact definition. It is generally 
understood to include all articles made of earthy materials, as in the use of the 
word “earthenware," but so broad a definition gives but little idea of the nature of 
pottery. As soon as a more precise definition is attempted, however, difficulties 
arise which are so serious as to render such attempts at a general definition quite 
unsatisfactory. 

It is frequently staled that ‘‘pottery” is delinahle as aiticles made of clay,'’ but in view of 
there being no really satisfactor}- definition of clay, and the existence of a large amount of pottery 
in which clay is by no means the largest constituent, this statement becomes unreliable. 

A similar difficulty is experienced when it is desired to classify the various 
kinds of pottery, and no entirely satisfactory classification has yet been devised. 

In many respects a modification of Knapp’s classification is the best ; it may be 
summarised as follows: — 


I. Porous Poikty. 

(a) Unglazed pottery. 

(//) I'erra-cotta, bricks, tiles 
and refractory ware. 


2. Kon-Porom Pottery. 
(r) Earthenware. 

(rf) China and porcelain, 
(e) Stoneware. 


There are several anomalies in this, as in all other classifications of pottery ; 
e.^,, the porosity may be understood as relating to the general substance or body 
of the article, quite apart from the use or absence of a glaze. Thus, earthenware 
which is glazed is, to all intents and purposes, non porous, though apart from the 
glaze it is highly porous. 

(a) Unstated pottery consists of a plastic, earthy material which has been made 
into the required shape, and then heated in a kiln or oveir until it has been 
converted into a stone-like mass of medium hardness and great durability. Strictly 
speaking, the term “unglazed pottery “ includes the articles mentioned in group (fq, 
but it is more convenient to confine it to hollow-ware articles. 

(b) The terra-cottaP etc., group includes all solid articles, made of earthy 
materials, which are of a porous nature. The members of this group are usually 
soft enough to be scratched by iron, but some of them are so hard, or have a 
superficial hardness so great, that they cannot be scratched by steel. 

The pottery in the two foregoing groups consists typically of burned clay, its 
colour varying from light yellow to red, reddish brown, and finally to a colour so 
dark as almost to approach black. If the raw materials used are exceptionally pure 
or are rich in lime, the pottery may be quite white. 

If the temperature to which the pWtery is heated in the kiln or oven is sulTiciently high, the 
material of which the goods are made will begin to fuse and to h»se its porosity and shape. Willi 
most clays this occurs at a temperature of about i,ooo".i,35o'’ C, Imt if a pottery material can 
withstand the action of a kiln at a temperature of 1,600” C, or al>ove, it is usually placed in a 
separate class as a heat-resisting or refractory material. Such refractory ware is usually soft enough 
to be scratched by iron, though parts of the surface may be harder, and especially if the temperature 
of the kiln has been very high. 

When a piece td porous ware has been heated to such a temperature that the fused matter 
formed commences to fill the pores, the article will generally liegin to lose its shajae and to become 
twq^ or warped. If it does not do this, it should be classified among the non-porous pottery. 
Thus, a brick clay will ordinarily be used for porous ware such as hricksand tiles, but by heating 
it in the kiln to a higher temperature than usual, a crude kind of (non-porous) stoneware may I* 
obtained. 

(z) Earthenware consists of porous pottery covered with a coating of glaze. 
It is, therefore, impermeable so long as the glaze remains sound and whole, but 


' Terra, earth ; cetta, laked. The term is used in the arts with reference to a particular colour, 
but in pottery its original significance of baked earth is retained, and is (jiiite independent of the 
colour of the ware (sec Sections LXIX. and I.XX.), 
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any damage to the glaze will simultaneously increase the porosity. It is customary 
to use a thin covering of white-burning clay on the ware, immediately below the 
glaze, so as to give the article an appearance of having been made throughout of 
the more expensive clay. In some instances an opaque glaze or enamel serves the 
same purpose of covering any defects of colour or texture in the clay of which the 
earthenware is made (see also Section I*XVI.). 

The term “earthenware” is very elastic, and comprises pottery of widely different values, 
including the crude efforts of peasants in semicivilised countries, as well as the most elaborate work 
of the most gifted earthenware manufacturers in the world— work for which tlie Britisli potters 
have been famous for many years, and for which they continue to maintain their reputation. 


On the Continent, the term faience is used for all glazed articles other than 
stoneware and porcelain, and is therefore applied to earthenware. The term 
majolica is used to indicate a faience or earthenware in which the body is covered 
with an opaque glaze or enamel ; this term is used somewhat loosely, and is 
occasionally, but erroneously, applied to ware covered with an opaque body over 
which is a transparent glaze. 

Chinaware and porcelain are the most valuable forms of pottery so far as 
beauty of form, texture, and decoration are concerned. It is, indeed, a cause for 
perpetual wonder as to how it has been possible for such lovely objects to be 
manufactured (see Section LXVII.). 

The term “ porcelain ” is applied hy collectors and others to so many kinds of pottery that it 
cannot lie defined at all accurately, though all true porcelains posse.ss certain clearly recognised 
characteristics. Amongst these are the imperviousness of the body, the fineness of finish, and the 
whiteness of the undecorated portions ot both the Ixidy an<l the gla/e, the genera! hardness of 
the ware, and the translucency of the thinner portions of it. Ihit the chief characteristic which 
di.5linguishe5 the porcelains from all other kinds of |>ottery h the manner in which the light is 
reflected from tlieir surface. Some of the he.st specimens of earthenware and stoneware attain a 
translucency and hardness quite equal to that of porcelain, yet they cannot compare with the subtle 
and beautiful effect produced by the play of light on porcelain Iwcause of the difference in the 
texture and surface of the latter. Tills is due to the glaze in a true porcelain having a composition 
and nature very similar to that of the Ixidy to which it is appfed, so that the transition from the 
outer surface of the glaze to the l)ody of the ware is delicately gradual instead of being abrupt as in 
other forms of pottery. When the light falls on the .surface of a piece of true porcelain it is 
reflected hack by myriads of tiny cry.stals, each surrounded by a glas.sy substance, so that it emerges, 
softened and suixlued, in a manner which is exquisitely beautiful, and Is quite impossible of attain- 
ment in any other kind of ware. 


There are many kinds of porcelain— indeed each different works must perforce 
produce a porcelain differing slightly, yet recognisably, from the others, and a 
perfect imitation is almost as impossible as it would be undesirable. Hence, the 
products of all the well-known firms may readily be identified by the expert without 
reference to makers’ marks. Vet, notwithstanding the multiplicity of the 
porcelains, they may be classified in three main groups according to their com- 
position, viz. 


{(0 pie natural or true porcelains consisting essentially of a mixture of clay and 
felspathic material with a glaze of similar composition, but more fusible ; represented 
oy the Chinese and Japanese porcelains as well as by the “ bard paste ” porcelains 
of Continental Europe. 

( 1 ^) The artificial or glassy porcelains which were made from a iftixture of clay 
and fused silicate or frit in the eighteenth century in various parts of Europe. 

lo porcelains are known as “soft” or “ tender” and were difficult to produce because of the 
■f f asticity of the raw materials and the liability of the articles to warp or lose their shape when 


in the < 


{i) Chnaivart or bone porcelains^ invented in England but now made in America 
in various parts of Europe. These consist of a mixture of clay with calcined 
ones and a naturally occurring mixture of felspar and quartz known as china 


beari 


The product is 


intermediate in properties between the other two groups of porcelain, though 


Inez a I V 111 kVTVJ \ 

s Closer re.semblance to the natural porcelains than lo the artificial ones. 
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These three groups of porcelain may also be sold in an unglazed state, forming 
a number of wares of which Parian or statuary porcelain is the best known. 

Both the tender porcelains and the chinaware are incapable of the beauty of 
the finest specimens of hard porcelains because, in the former, the glaze used is fired 
at a temperature much below that required for the ware itself, whereas in the true 
porcelains the glaze and the body are both finished at the same temperature and 
a far more homogeneous product is obtained. 

The manufacture of true porcelain has never proved commercially profitable in Great Britain, 
and by far the greater part of English porcelain is of the l>one*porceiain or chinaware type. The 
British Government has, however, voted a lai^e sum of money to be spent in endeavours to produce 
a good, hard porcelain from British materials. 

For further details, see Section LXVTI. 

Stoneware consists of a non-porous body which may, or may not, be covered 
with a glaze. It is distinguished from porcelain by its lack of translucency, by 
its colour and by its coarse nature, and from earthenware and terra-cotta by its 
imperviousness to water. This impermeability is never absolute, and most unglazed 
stoneware will absorb a fraction of one per cent, of water ; hence there is no sharp 
dividing line between stoneware and terra-cotta, though in practice little confusion 
arises in classifying these wares. 

The term “ stoneware” is freciuenily applied lo coarse glaaed ware used in sanitation (such 
kitchen sinks and drain-pipes), although such ware has a porous body which has been made externally 
impervious by a coaling of glaze. The more correct appell.ition is “sanitary earthenware." Some 
of the finest stoneware has some resemblance to the cruder |)OTcelains, but is readily distinguishable 
by its different texture and action on light. 

For further details, see Section LXYIII. 

The physical properties of pottery differ according to the nature of the 
ware and cannot well be considered in general terms. 

Fur dmtslii- and $anitary purpaier, pottery must be convenient in shape, entirely impervious lo 
water, milk and the various fluids used in cookery, and sufficiently strong to withstand ordinary 
wear and tear and such sudden changes in temperature as are ordinarily experienced in its use, Ii 
should also be pleasant in appearance and capalde of such decoration— both in carved work and in 
colouring— as will increase the pleasure felt in using or In seeing it. 

For technical pitrposi.u pottery must be capable of withstanding ordinary usage, and must he 
sufficiently resistant to the fluids lo which it will l>e subjected. The gla/e (if any) tnust be tnugh 
enough to last for a reasonalde lime, and the ware us a whole must strong enotigh to carry any 
loads or to resist any electrical current to which it Is likely to l>e subjected. In some branches of 
manufacture, pottery must l>e capable of l)clng repeatedly healed and cooled without any cracks 
forming in the glaze or liody and, in the case of drain pipes, it must be sufficiently tough to permit 
a small amount of ground settlement vviihoul fracture. 

For archiliitui-al u'ork, a number of other characteristics are rerjuired. Building bricks and 
terra-cotta must l^e sufficiently strong lo carry the Icwnls imjroserl on them ; the more Tefr.tctoiv 
bricks and slabs used in the fireplaces and chimneys must be capalile of resisting any probable 
temperature, whilst flooring tiles and paving bricks must l>e intensely hard and lough so as to 
withstand the wear and tear of traffic over them. In addition lo strength, most architectural 
pottery (including bricks and tiles) must have a pleasing appearance, especially that which will 
be seen when the building is completed. For interior brickwork, the colour and appearance are 
of minor importance, but for exterior work they arc first <|ualitics sought by the arcliilecl. althoutih 
strength and resistance to crushing arc e«|ually important in large structures. 

For purely decorative purposes, the clearness and quality of the colours, brightness of the 
(if any), and the texture of the visible surfaces of the ware are of the greatest imjXirlance, aiul it 
not infrequently happens that physical defects which result in an attractive appearance are nut 
merely tolerated but are actively welcomed. The cracked glaze in “crackle ware,” and the 
irregular flow of coloured glaze on tiles and vases, arc two typical examples of defects of ibis 
character which are used for the purposes of ornamentation and decoration. 

In many pieces of decorative jittery, properties of importance for other purposes are de- 
liberately neglected in order to obtain beautiful effects not otherwise procurable. Thus, an ariid'* 
for indoor use need not possess the durability and resistance necessary in ware intended to lie 
exposed to the weather and it is, therefore, pos-sible to use colours and lo obtain effects which An; 
quite impossible when weaiher-rcsisling pottery is requirerl. 

The decorative value of pottery depends almost entirely on the technical skill and on ihe 
resthetic feeling possessed by those engaged in its manufacture. Its lieauly is not confined to 
colour, design or form, for pottery offers greater possibilities lo the artist and sculptor than does 
any other material, Each year the number of available colours increases, each year an increasti 
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mechanical exactitude in manufacture is obtained. It is still true that pottery is one of the most 
conservative as well as one of the most prr^essive arts, yet the progress made in manufacture 
(luring the last half century is remarkably great. The modern potter with more precise technical 
and scientific knowledge of the materials used, and belter methods of heating them than was 
possessed by his predecessors, is continually finding new materials and new effects with simpler 
and more reliable methods of manipulation. At the same time, the increasing demands of other 
departments of industry are opening out fresh fields of service to the nianuftictiirer of pottery, and 
are increasing the value of this material tioth industrially and a?sthetically. 

The manufacture of pottery has undergone many changes during the last 
few decades, and the modern custom in Continental Europe of building very large 
factories and working them in the most up-to-date and progressive manner possible 
is making it increasingly difficult for the smaller firms both in this country and 
abroad. The rapid increase in American potteries is also tending to close one of 
the best markets open to British potters, la the new^er countries, competition 
amongst British, French, and German potters is very keen and the progressiveness 
of Frencli and German potters has made their influence felt on the home trade 
of this country. 

It must he clearly- understood that British potters have greatly improved the quality of their 
wares, and the secessiim of English earthenware from its monopoly of many foreign markets is not 
due to the quality of the ware produced in this country, but to tlie development of pottery 
manufacture in other lands, the greater ap|)eal to local tastes made by many Continental potters, 
the lower costs of manufacture due to State subsidies, the amalgamation of small firms, the 
economies and, must of all, to the improvements effected by the Intensive application of scientific 
investigation to the requirements of individual works. In England, on the contrary, potters have 
endeavoured to meet competition by direct economies in manufacture, i.e., by avoiding w^ast^ge as 
far as possible, but without making much effort to reduce costs by working on a very large scale. 
Instead of employing trained men to undertake scientific invcsiigati<*ns in their own works, they 
have been content with “experiments” of an ainuicur nature, carried out by their foremen and 
other workmen. The I 'rench and (ierinan potters have sunk enormous sums of money in work of a 
purely investigational nature; that money is, to all intents and purposes, lost, but it is being 
regained in the form of rapidly increasing trade. The Rri^ potter, on the contrary, is unwilling 
lu spend large sums of money in this manner, and so is faoP with an Increasing competition. The 
Hi'iiish Government is emleavouring t«i assist pollers in various way.s, Iml the existence of many 
smiill firms with no surplus capital, rather than a few large and rich "iies, prc\ents mucli progress 
being made against foreign competition. 

Both (xilicics have much to be said In their favour, but there can be no doubt that a firm 
of pottery manufacturers willing and able to spend money in propeily arranged invesllgational and 
organisational work will have a far better chance of succeeding than those which continue on the 
present lines, 

.\s a single instance c»f the two tliflcreni points of view, it may be slated that whilst .America 
has five schools for clay•^V(Jrkingconnecle^l with its universities. Germany has six such schools all 
heavily endowed, and Great Britain hxs part of one .small Imilding, wliicli. until recently, was of 
a wholly temporary character; It is under tiie control of a comnduee whose interests are purely 
local. 

\’et. in spite of all their disadvantages, the best productions of British potters are still unrivalled 
in beauty and design, in quality of workmanship, and in technical e.xcellence. 
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SECTION LXVI 

EARTHENWARE 


By Alfred B. Seari.e 
ConsnUht^ Tethnob^iiiy Sheffield 


LITERATURE.— (See under Pottery, p. iji) 


'1'he term earthenware comprises a large number of different kinds of pottery, ali 
of which consist of a porous body (or biscuit) covered with a suitable glaze. It is 
sometimes applied to unglazed hollow ware such as flower ])ots, but it is better to 
include ail unglazed ware under a different term. For domestic earthenware the 
glaze is essential ; w ithout it the ware would become dirty and unsightly in use. 

Earthenware may be divided into ; — 


(a) Coarse earthenware, composed of a red or buff-burning clay covered with a 
simple and somewhat crude glaze. 

(h) Fine earthenware, compo.sed of an almost white body covered with a fine 
glaze, the ware being made and finished in such a manner as shall increase its 
inlrinsic beaut)'. It is generally agreed that, for the price, there is, no pottery 
better for ordinary use than fine English earthenware, though, when price is 
important, porcelain has some advantages not obtainable with eanhetiware. 

In the classification of earthenware it is often convenient to group it according 
to the glazes used, thus 


1. Ware with a transpareni glaze uf— 

(fO Ali'aliiu naUtre, as in Persian faience. 

(/') Plumbijevons nature, as in most Kngli.sh carlhenuaic and faience. 

(t ) Berack nature, as in leadless glazed ware. 

2. Ware with an opaque gla/c or enamel, as in majolica, Della Robbia and Delft wares. As 
the enamel usually contains tin compounds as opacifiers, this ware niav be termed stanniferom 

Jkethe. 


It is, however, desirable to group the various kinds of earthenware according to 
the composition of the body used, viz. ; — 

1 . Coarse earthenware made of a single clay, or of two or more local clays, with 

the sole addition of sand or crushed pottery. This ware is usually covered with a 
plumbiferous or an alkali-boracic glaze, and is chiefly used for very coarse pottery, 
architectural faience (sometimes euphemistically termed glazed terra-cotta), glazed 
bricks, hearth and wall tiles, sanitary ware, cheap vases and other decorative 
arlicles. i > v 

2. Calcareous earthemvare made of marl, or of a mixture of clay and chalk, 
his IS the basis of enamelled ware (majolica, Moorish, Spanish, Delft, Della 

xobbia ware, etc.). This group of earthenware is largely used for tiles, fireplaces, 
and for decorative objects. The chalk present is essential to the correct adhesion 
? file enamel or other glaze used. The glaze is usually opaque, i.e., an enamel, 
ut alkali-plumbiferous glazes, or glazes consisting of alkaline earths and boracic 
^nid, are sometimes used. Calcareous earthenware is not manufactured on a laige 
nale m England at the present time. 
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. 3. Siliceous earthtnware^ consisting of sandstone covered with plumbiferous glaze, 
was made by the ancient Egyptians and Persians, but is no longer manufactured. 

4. Fine eariJunwart^ consisting of a mixture of fine clays with flint and a 
felspathic material known as ‘'Cornish stone.” The glaze is composed of similar 
materials, in different proportions, together with various lead and boron compounds. 

Many alLempts have been made to gla/.es free from lead for this purpose, but only wit h very 
limited success. There is a considerable field for extensive experiment in this direction, but so far 
no substance has l)ei;n formed which possesses the same power as lead of producing a rich and 
brilliant glaae at temperatures suitable to the body of the ware. The number of leadless glazes now 
in use indicates the great progress made, hut the uses of these glazes are very limited, and they lack 
the brilliance and ease of workii^ possessed by plumbiferous ones. 

As previously stated, fine earthenware forms the bulk of domestic, culinary and 
table ware, and its use for decorative objects is rapidly increasing. 

The body of earthenware may be red, yellow, or white according to the clays 
used. As it is completely covered by the glaze its colour is unimportant, but at the 
same time, it must be observed that the term earthenware, as ordinarily used, refers 
exclusively to fine earthenware. T'he glaze can be scratched by steel and is more 
readily chipped than porcelain, but is very resistant to changes in temperature. 

The better qualities of earthenware are sufficiently dense to “ring" w’hcn struck, though llic 
l)ody is highly porous before glazing ; it is closer in texture than must of the cuimuoncr wares, 
(n appearance and usefulness the l>est earthenware approaches the ordinary chinawares or porcelains, 
though the latter, having an Impervious body, are preferable for many purposes. Hence, the 
increased production of cheap chinawarc and porcelain lends to displace the use of earthenware for 
domestic and hotel use. 

The Constituents of Earthenware.— All pieces of earthenware are com- 
posed of two parts— (ft) the body of which the article is made and {b) the glaze which 
covers it either partially or completely, and is intended to render it non-porous, 
cleanly in use and, in some instances, to add to its beauty. .\ third constituent— 
the engobe— forms part of some earthenware. 'I'he chief object of tlie potter is to 
produce a paste from which he may form die body ' of the articles, this body being 
re(|uired to possess certain characteristics. It must be, for instance, sufficiently 
plastic to permit its being moulded or worked by hand into any desired shape. 
IVhen dried carefully it must not twist or warp or otherwise lose its shape. It must 
also be sufficiently strong not to be damaged by reasonably careful handling. When 
taken from the kiln it must be strong enough to be employed for all the customary 
purposes for which it was designed, and it must, therefore, contain sufficient fusible 
material to bind all the particles strongly together. At the same time, the amount 
of fusion which occurs must not be sufficient to cause the article to lose its shape. 
The materials used for the body must be in so fine a state of division that they do 
not spoil the surface of the ware. Thus, delicate inrxielling and carving cannot be 
done satisfactorily if the body contains large grains or gravel-like pieces of material, 
.\t the same time, it must not lie so line as to make the ware unduly dense, or it 
will cause cracks. In the crudest and cheapest wares the cost of grinding the 
material to a very fine state is prohibitive and not infre(|uendy compels the use of 
coarse clays, to the detriment of the product. 

The colour of the fired body must be agreeable for the purposes for which it is 
to be used. In the case of fine earthenware it must be white, or nearly so. h' 
many instances a body of undesirable colour may be covered with an engobe of a 
satisfactory nature and the disadvantage thereby overcome. 

The glaze must be sufficiently fusible to flow satisfactorily over the surface of the 
ware to which it is applied, but it must not be so fluid as to run down sloping or 
vertical portions of the ware, leaving them scarcely covered with glaze. 

I The term body is used by potters to mean (a) the substance of which the article is tniiicb 
composed, i.z., the article itself apart from its decoration and glaze and (^) the paste or other 
materiaf from which the potter forms his ware. The term is also applied to a thin coaling of clay 
Iwtween that of which the article is made and the glaze. It ia preferable to use the term e»gohc for 
this kind of iKwiy (see p. ryy). 
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Too infusible a glaze will be deficient in glossiness, and may conlain numerous air-bubbles ; Joo 
fusible a glaze will be clear and brilliant in places, but it will be unevenly distributed and will be 
too thin in various parts of the ware. 

An tngobe or slip is fretiuenlly placed between the body and the gla^e. Its sole 
purpose is to cover the form and to give a finer surface to which the glaze may 
,ndhere. On account of its position, an engobe must naturally partake of the 
properties of both body and glaze, and it usually consists of a mixture of relatively 
pure clays with some of the glass-forming constituents of the glaze. Engobes are 
particularly useful when the clay used for the body of the ware is of an undesirable 
colour, or is of such a nature that the effect of applying the glaze to it is unpleasant. 
If an ordinary red brick is covered with a transparent glaze, the finished product 
would always be of a reddish-brown colour. By covering the surface of the brick 
with an engobe composed chiefly of white burning clays, however, white glazed 
bricks can be produced. If coloured bricks are required, the colours may be added 
cither to the engobe or to the glaze. 

This use of a Ibin layer of superior or more cosily clay is generally cheaper and more satisfactory 
than the use of an opatpie glaze — especially if the body of the ware is strongly coloured. It also 
serves as n convenient means of reilucing the cost of the materials used, for large articles may be 
made of a comparatively che.vp clay which, when covered with an engolic, will appear to be made 
of the superior clay used in the latter. The chief disadvantage of engoties is Ibeir liability to spall or 
crack off on exposure 1 this can only he avoided by skilful attention to details in manufacture, and on 
the correct adjustment of the body, engobe, and glaze to cttch other. It is in this careful adjustment 
that the remarkable skill of the potter chiefly lies, anil it is in this direction also that be derives the 
greatest benefit from the employment of a skilled ceramic cbeniust. 

When a piece of heated, glazed or engobed ware is cooled, the body, engobe, 
and glaze will all contract at different rates, and if the stresses developed by these 
contractions are sufficiently gre.it the ware will be spoiled. The engobe and glaze 
being very thin, relative to the body, the effects of irregular contraction are most 
observable in them, with the result that a large variety of defects -cracking, peeling, 
formation of a wavy surface, etc.— are produced in the glaze. 

The klilTerences in Ihe coefficients of contraction of the ijody, engobe, and glaie arc usually very , 
minute, and it reciuircs special training aiul skill to measure them. 

The raw materials used itt the manufacture of earthenware may be arranged 
in five groups:— (i.) Clays; (ii,) Fluxes or glass-forming materials: (iii.) Refractory 
or heat-resisting materials; (iv.) Diluents; and (v.) Colouring materials. 

Ttie clays used for earthenware differ greatly in character, according to the 
purposes for which the ware is employed. For the coarsest ware a very low grade 
clay or brick-earth may be used, but for the finer table ware the clays employed 
must be carefully selected, and must be free from all impurities which would 
materially affect their colour when burned. Intermediate between these two types 
of ware is a large number of others for which a correspondingly large variety of 
olays may be employed. 

Ill order, however, to kcej) the subject within limits suitable to the present volume, the nature 
clays used for the coarser earthenware arc descriiietl under Sanitary Ware (p. 193), 
oncks (p. 199), and Tiles (p. 225), the present .section Wing limited to the manufacture of 
tai'le and decorative earthenware, in which only su|x:rior clays are used. 

Ihe blue or ball clays which occur in the tertiary dei)osits of Devonshire and 
Dorsetshire form the basis of the finer IFnglish earthenware. 

fiicse clays vary from a light bluish-grey colour to Itfown or black when first mined, the colour 
due to organic matter. They are peculiarly plastic, unctuous to the touch, and the better 
qualities are quite free from all gritty matter. The.sc clays occur in the form of an exceedingly stiff 
paste which is very difficult to cut, and they are, therefore, quarrieil or mined by a slow process of 
^rtnci-djggipg^ in which great precautions arc taken to prevent dirt getting into the clay. Consider- 
ih ^ occur in the nature or composition of the ball clays from each quarry or pit, and it is 

I '''hen purcha.sing, to state the purpose for which the clay is required. Other- 

Th ^ supplie<l which is only fit for the manufacture of common ware or drain-pipes, 

carj ^'■PPlying ball clay can usually be relied upon to make the necessary selection with great 
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When heated to dull' redness, a suitable quality of ball clay will become white 
and very porous, but when heated to a temperature of i,ioo" C. or over its colour 
changes to yellow, sufficient fusion occurs to entirely fill the pores, and the mass, 
when cold, is so hard that only the hardest steel will scratch it. This yellow tint 
is detrimental to the colour of the finished ware, and though it is weakened by the 
other substances comprising the body of the ware, it is usually necessary to add a 
little cobalt o.side, the blue colour of which optically neutralises the undesirable tint 
of the clay. 

The chemical composiiion of ball clan's as shown by analyses gives very little idea as to theic 
value for earthenware, as a percentage of impurity so small as to be scarcely recc^nisable on analysis 
will, in some cases, render a clay quite useless. The rollowing figures are, however, typical of this 
kind of clay 



Blue 

Blue 

Black 


Ball Clay 

Ball Ciay 

Ball Clay 


(Warehani). 

(Newion Abbot). 

(Dorset). 

Silica , . - . . 

48.99 

47.CO 

52-23 

Alumina - . • . • 

33-75 

38.00 

28. at 

Lime ..... 

0 . 4 i 

1.50 

1.30 

Magnesia - . . • . 

0. 22 

0.50 

0.25 

Potash and soda • . - • 

3 - 3 ‘ 


123 

Iron oxide .... 

>■34 

1.50 

2-54 

Water and loss tjii ignition 

11.96 

11.50 

14.20 


100.00 

100.00 

100,00 


Commercial ball clays usually conuin about iS-ao per cent, of water in the form 
of absorbed moisture, and an additional la or 13 per cent, of water is evolved when 
the clay is heated in a kiln. This latter water appears to form a part of the clay 
molecule and, on its separation, the clay loses its plasticity and other distinguishing 
properties. In consequence of the loss of these portions of water, all clays shrink 
when heated. 

The chief purpose of ball clay in earthenware is to form the bulk of the hotly, any defects in 
the clay Ireing corrected by the addition of other subsunccs;. Thus, liint increases the whiteness 
of the material, but reduces its plasticity, and it is, therefore, necessary to add a white clay such as 
china clay, if large proportions of flint are used. Ball clays are stt highly plastic that they will 
stand the addition of very large amounts of non-plastic material such as Hint and Cornish stone. 
Further information on clays w ill ie found on pp. 139-150. 

China days or kaolins of good quality are quite white when burned, and tliey 
are, therefore, added to ball clays to counteract the yellow tinge of the latter, 
and also to decrease the plasticity. China clays are the essential constituent of 
porcelains, and arc therefore described more fully on pp. 145, 183. 

If ciiina clay enters iargeiy into the composition of a piece of earthenware, the latter will have 
a more refractory and stronger body than would otherwise be the case, and it would lie less aifected 
by sudden changes in temperature. Hence it is a useful constituent of such ware in spite of its 
peculiar characteristics. 

Buff-burning clays occurring near to the works are sometimes added to the 
body mixture when an inferior grade of earthenware is being made. They serve 
as an inferior substitute for the ball clay, and usually lower the value of the ware in 
which they are used. 

Red-burning days used for coarse {lottery arc closely related to the brick and 
terra-cotta clays (.Sections LXIX. and LXXI.). 

Fluxes or Glass-Forming Materials.— In order that the particles may be 
strong when the ware is drawn from the kiln it is necessary that a certain amount 
of fusion should have occurred, as the fused matter, on cooling, forms a kind of 
matrix or cement. 
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When earthenware is made of materials dehcient in flux, thtf ware will be unduly weak and 
notous, and will not “ring” properly when strnclr, as its particles will not he suflicienlly well 
Ijonded together. Many clays contain materials of a sufficiently fusible nature (see Stoneware), 
but in the manufacture of the better qualities of earthenware it is usually necessary to add such a 
substance, which is then termed a flux. 

In the production of glazes, fluxes play a highly important part as they form 
the chief constituents of all glazes and glasses. The chief characteristics of a 
glaze are that it must melt completely to a glassy mass free from air- and gas- 
bubbles, and that it must have sufficient fluidity to allow these bubbles to escape, 
and to permit the glaze to flow uniformly without an excessively high temperature 
being reached in the kiln. To meet these re<iuirements, it is usually necessary to 
use a large proportion of flux in the preparation of a glaze. 

Fluxes are of two kinds : (a) those which are, in themselves, fusible, as glass, 
Cornish stone, and felspar ; and (h) those which are only fusible in the presence of 
certain other materials with which they combine. 

Lime is typical of this second kind of flux for, alone, it is practically infusible, yet when mixed 
with clay it forms a readily fusible material. The chief “impurities” in clay, and most metallic 
csitles and carlronates, are of this nature. 

Cornish stone is a granitic rock, occurring chiefly in Cornwall, which is rich in 
felspathic material of a sufficiently fusible nature to make it the best flux for the 
earthenware manufacturer. Its composition resembles a mixture of orthoclase 
felspar and a highly siliceous clay, but artificially prepared mixtures of these 
materials cannot be satisfactorily substituted for Cornish stone in pottery manu- 
facture. In addition to this, Cornish stone is somewhat softer than felspar, and 
can be ground at rather less cost. 

Typical Cornish .stone shows on analysis— 

Potash • ■ • 6 per cent. 

Lime • - ■ I „ 

Alumina ■ ■ l8 ,, 

Silica - • • 75 .1 

The mineral varies .so greatly in composition that no single analysis adequately represent.s it. 
The best method of coni|iaring different samples is to note their colour when fired in a potter's kiln, 
anil also their fusing points and relative hardness or resistance to crushing. 

IVhen heated alone, Cornish stone does not fuse sufficiently to lose its shape at 
temperatures below 1,300’ C., but when it forms part of a body-mixture it appears 
to fuse at about 1,100' C. 

Jersey stone and pegmatite are other felspathic rocks similar to, but not identical 
with, Corni.sh stone. 

Felspar is the name given to a number of alumino-silicates of well-defined 
crystalline form and composition which occur in the older rocks. The felspar 
chiefly used by potters is that known as orthoclase, which is a potash alumino- 
silicate containing about 16 per cent, of potash, 18 per cent, of alumina, and 65 
per cent, of silica. 

Calcium, sodium and other alumino-silicares of a similar composition are less fusible than 
orlhoclase and are, therefore, of less value. 

felspar occurs chiefly in granitic regions ; that used by British potters is largely 
imported from Norway. 

On prolonged heating, at a temperature of about 1,310’ C, potash felspar 
(orthoclase) melts, but does not form a clear transparent glass unless heated to a 
'■'Eher temperature, or it is mixed with another substance which can lower its 
melting point. When used in a glaze, felspar gives “depth of tone ” and brilliancy, 
but it is only used to a small extent in the manufacture of earthenware. The 
colour of felspar varies from green to yellow, but the material usually preferred by 
potters is a pale yellowish brown or buff. 

Glass is not much used as a flux In earthenware manufacture, but a little glass 
sometimes employed for this purpose in glazes. Its composition is usually 
■ttegular and its employment inadvisable. 

VOL. II.— II 



INDUSTRIAL CHEMISTRY 


162 

Frits are specially prepared glasses made by fusing together various constituents 
of a glaze (usually the alkali oxides or carbonates and some form of silica or clay) 
so as to form an insoluble and readily fusible glass. 

The use of soluble substances in an unfritted state in a glaze greatly complicates the application 
of the latter. Many glaze recipes contain the direction to use a stated quantity of “frit”; unless 
the composition of this frit is stated in the recipe it will he impossible 10 follow the directions as 
there are hundreds of different frits (see p. 178). 

Borax, or sodium borate (Vol. L, p. 355), is an important source of soda, but all 
soda and potash compounds have the serious disadvantage of needing to be fritted 
or fused with other materials in order to make them insoluble before they can be 
used. When heated alone, borax fuses to a clear glass, but as this is soluble 
it cannot usually be employed unless it is combined with silica. 

Borax is an exceedingly valuable material for reducing the mcliing point of a glaze and for 
increasing fluidity and brilliance, so that it is used extensively in earthenware glazes. It should be 
free from iron and aluminium compounds and from common salt, and, like all the raw thateriaU 
used in earthenu-are and porcelain manufacture, it should be tested liefore use. On healing, borax 
loses nearly 34 per cent, of its weight of water. 

an impure form of borax— is now seldom used. Commercial borax is 
much purer, more uniform in composition, and is in every way preferable. 

Of the second kind of fluxes (p. 161) //W, ma}:^n(sia, potash, soda and other 
metallic oxides are used so seldom as body-fluxes in earthenware that for this 
purpose they may be neglected. 

It is, however, necessary to remember that they occur in ail days and that their influence is 
often sufficiently great to make a considerable difference in the quality of the ware unless the clays 
are specially carefully selected. 

In the manufacture of glazes for earthenware, soda ash and pearl ash (sodium 
and potassium carbonates) are largely used. 

Whiting, or calcium carbonate, is the form in which lime is usually introduced 
into a glaze. It is converted into quicklime on heating to about 750’ C., but has 
the advantage over the latter of being insoluble in water. 

Alone it is infusible, but when mixed with suitable proportions of clay, silica, alumina and 
most silicates, it enters into combination and produces a fusible mass. 

Its special function In a glare is to reduce the fusing point, and to increase the durability and 
clearness. 

For some of the cruder forms of earihcnwarea (or natural mixture of clay and chalk) is 
used as a flux. It cannot l>e employed for line earthenware on account of the iron compounds 
present in all marls. 

Plaster of Paris (calcium sulphate) (Vol. I., p. 345, also this Vol., p. 113) is 
sometimes used as a means of introducing lime, but cannot be recommended, as 
the presence of sulphates is a serious di.sadvantage. 

Baryta (Vol. I., p. 351) is sometimes added to glazes to increase their brilliance. 
It replaces lead whose action it resembles. 

Magnesia and magnesium carbonate are used by some potters. They resemble 
the corresponding lime compounds in their action. 

Soda is preferably used in the form of sodium carbonate. The sulphate may 
be used, but as sulphates are undesirable in glazes they should seldom, if ever, be 
employed. 

Common sail is occasionally used, but » Ironhiesome as it decrepitates when heated. All soda 
compounds (except soda felspar) must be fritted before use to tender them insoluble. 

Potash, ot pearl ash, is similar in many ways to soda, but generally behaves wid' 
greater power notwithstanding its greater molecular weight. It is best used in the 
form of potassium carbonate, as the less pure form (pearl ash) sometimes introduces 
too large a proportion of iron into the glaze and stains it an unpleasant yellow. 

Potash compounds must usually b« fritted to tender them insoluble but, where the nature of ih' 
ware permits, this fritting may be avoided by the use of potash felspar (orthoclase). 

Boracic acid may be used as a substitute for silica when glazes of a very lo"' 
melting point are required. 
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Some potters prefer a fritted mixture of lioradc acid and smia to the use of borax, though the 
reason for this is difficult to explain. It is probably due to the fact that a mixture of potash, soda 
and lime, or any two of these, has a greater fluxing effect than the same weight of soda. 

Ltad compounds are invaluable fluxes, as they combine with silica and various 
alumino-silicates to form a very large number of glazes with a wide range of 
fusibility. 

White lead, or basic lead carbonate, is one of the most useful fluxes known to 
the potter, as it gives a transparent glaze at a low temperature, and the lead 
compound is insoluble in water. 

Litharge, or monoxide of lead, is also used as a flux and has similar properties 
but being less bulky it is not quite so .satisfactory. ’ 

Red lead, or minium, is a brilliant red powder consisting of tri-plumbic tetroxide 
It fuses at a slightly lower temperature than white lead, liut is more dense and is 
considered to give a yellowish tinge to the glaze. 

Galena, or plumbic sulphide, is only used in glazing coarse earthenware as the 
sulphur and other impurities in this ore prevent its employment in fine glazes. 
It is the only lead compound which is excluded from the provisions of the P^ctory 
Acts for Potteries. This exclusion is due to the great insolubility of galena, which 
renders it practically non-poisonous. 

With this exception, all the lea<( compounits used t>y |x>lters are insidious poisons, which are 
all the more dangerotis hecau.se their action is so slow and cumulative. Many attempts have been 
made to avoid the use of lead compounds, but for the majority of earthenware goods no adeouate 
substitute has yet been found. ' 


Refractory substances used in the manufacture of earthenware bodies are 
usually represented by //«/. This is a concretionary form of silica which occurs 
m the Chalk formation, and consists of almost pure silica. Such substances must 
be able to withstand the lieat in all parts of the kiln without appreciable fusion • 
they must be perfectly white after the burning of the ware, and must be used in 
grains of sufficiently small size not to disturb the uniformity of the composition 
of the body. 


Lalcmidpnt i.s prepared by healing the flints found in the Chalk foriiialion to redness, quenching 
ilicin suddenly in cold water, and afterwards grinding the product 10 an excecdinulv fine powder 
Hints from near Dieppe are deemed of special value for noiierv. Calcined flint has'a composilioii 
equivalem 10 that of pure silica wnh aUiitt 5 pet cent, of lime and i per cent, of other impurmes 
Oi« or calcined clay is occasionally used for the same purposes as flint, but as it is of the 
"ood q'uah'iy ''fil' t '* dw mixture like a 

Send, if sufficiently fine and pure, may lie used as a substitute for flint as mav also (iev.serile 
and fineS"^' ' '"’I’ '’iffieull to get these materials in a high' state of 'purity 


Diluents are substances which are used on account of their cheapness. They 
are not employed extensively at the present time, but may be so in tlie near future 
on account of the increased cost of the raw materials now commonly used. Such 
diluents consist of cheaper varieties of clay, the substitution of some other form of 
silica lor flint, or the replacement of some ball clay and flint by a leaner clay. 

frnn^?i°'^"“®j Materials.— These are usually metallic oxides or glasses made 

the K n be (a) mixed with 

or Pw! k “'.'™ich the articles are made, or (h) with a specially prepared body 
to th the articles are covered, or (c) they may be applied direct 

glaze “nderglaze decoration, or (d) mixed with the 

ariiclUth ^ applied to the glazed article as in overglaze decoration. On some 

SDprivi a are applied in two or more of these ways in order to produce 
peciai decorative effects. 

when 'be “stain" gives little or no indication of its appearance 

cheinicl^i^ decorated articles are withdrawn from the kiln, as the colour is due to 
cai changes which occur during the heating of the ware. 
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The number of dihererrt stains on (he nraiket is exceedingly large and few potters now manufacture 
their own stains. In the majority of cases, the stains purchased are mixtures of the colouring oxide 
with a diluent or sortre material to effect a desired modiircation of the tint. Thus, the addition 
of zinc oxide or alumina to cobalt oxide affects (he colour of the latter far more than if it were 
merely a diluent. In each case, however, the essential ingredient of a colour or stain is a metallic 
oxide, such as one or more of the following 

Coialt oxide gives a strong blue colour. A very small proportion of cobalt 
oxide added to an earthenware body will counteract the tendency to yellowness, 
and will make the ware whiter. The use of cobalt oxide for this purpose is precisely 
similar to that of powder blue by the ordinary laundress in washing household linen, 
etc. Its action is purely optical and depends on the neutralising power of the blue 
and yellow colours on each other. 

In large proportions— up lo 4 per cent. — cobalt oxide colours both bodies and glares a brilliant 
blue, the tone of which is made lighter and richer by the addition of zinc oxide or alumina. Cobalt 
blues are used so extensively in pottery nunufacture that many special preparations of it are sold 
for the production of definite shades such as “ willow blue,” “ mazarine blue,” “ ultramarine blue,” 
“celeste,” “skv blue,” etc. 

Cupric Qxidt is a black powder used for the production of blues and reds, and 
is usually added to the glaze or to an engobe of a glaze-like nature. In neutral 
or acid glazes and an oxidising atmosphere, cupric oxide gives green colours, but 
in glazes rich in alkali various shades of turquoise blue are produced. 

Under reducing conditions and with alkaline glazes, it forms brilliant reds 
which are usually attributed to free cuprous oxide, but are more probably a highly 
complex copper-sodium alumino-silicate with some metallic copper. This is the 
source of the colours known as rouge fiambiy aventurine and sang dt bacuf. 

Iron oxidt^ as used by potters, is a reddish powder of variable composition which, 
when added to a white body and fired, usually produces a reddish brown or 
yellow colour, but if there is a shortage of air in the kiln, greenish blue, dark grey, 
or an imperfect black may be produced. 

There appears to be an unlimited number .>f hydrated ferric oxides, the composition, icxtiirt', 
size of grains, and behaviour of which depend on the manner in which they have been prepared, 
Crocm marfis, oihrc. sienna, rouge and other iron colours are of this nature. 

If the eouivaleni of alxiut 5 per cent, of iron oxide is present, the ware may l)e a good terra-cotia 
red, a much smaller propofiion producing ii ilirly yellow or buff tint. It has liecn repeatedly 
shown, however, that the proportion of iron oxide a.secrtained hy analysis Ijcars no definite relation 
ship to the intensity of the colour, and there are goo<l reasons for suppitsing that the best terra-cotia 
clays do not contain free iron oxide, but S'>mc complex compound sucli as nontronite, whicli is 
decomposed on healing, ferric oxide being then sel free. The size of the parliclc.s of iron oxide also 
has a great influence on the resulting colour. 

In the presence of lime, the red colour ordinarily producctl by iron compounds is destroyed, 
hut if the ware is heated almost to fusing point it becomes a pale “bottle-green.” 

The range of colours produced in earthenware Ixkdies by iron compounds is very great, but great 
accuracy of tint is almost impossible to obtain. There is room for much further research in this 
direction. 

When added to glazes, the behaviour of iron oxide is quite different from that 
just described. At temperatures below i,ooo’ C. a reddish-brown glaze is formed 
which, with slight reducing conditions, may become purple or black owing to the 
production of complex ferrous alumino-silicates. At higher temperatures it forms 
brown glazes, the colour of which is apt to be irregular, but can be made more 
stable by the introduction of manganese and certain other oxides. With plumbi- 
ferous glazes iron oxide tends to form various yellow colours, but becomes green in 
the presence of an alkaline glaze. 

Chromic oxide is chiefly added to the glaze, as with bodies the effects produced 
are less pleasing. When burned in a kiln with an ample supply of air, alkaline or 
simple plumbiferous glazes containing chromic oxide become intensely yellow, but 
if both alkali and lead are present an orange glaze is produced. If, as is usual m 
the hotter parts of the kiln, the conditions are leducing, chromic oxide form* 
beautiful green glazes which are very popular; the simultaneous use of chromic 
oxide, cobalt and copper enabling a large range of shades to be produced. 
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In the presence of oxide of tin and lime, chromic acid {or potassium bichromate) forms a 
brilliant series of tin-pinks which have been extensively used in spite of their true composition being 
imperfectly understood. 

With iron and manganese oxides, chromic acid forms “blacks"— a little cobalt oxide being 
generally added— but in this connection it must be remembered that there* re no true blacks in 
pottery. 

Manganese oxide when added to glazes gives brown colours which are usually 
more pleasant if both iron and manganese oxides are used. If the glaze is rich in 
alkali, a violet colour is produced. 

Nickel oxide has proved unreliable for earthenware manufacture, but at tem- 
peratures of 1,300” C. with felspathic glazes it gives beautiful broken tints of brown 
and green. The colours prodUfced in the presence of lead and borax are far from 
pleasing, though when carefully prepared it may be successfully used in the pro- 
duction of some of the newer shades of apple-green. 

Lead antimoxate is a bright yellow pigment (Naples yellow) which can be 
distributed uniformly through any plumbiferous glazes without decomposition. 
It is the basis of the most brilliant yellows; like other lead compounds it 
cannot be used at temperatures above 1,200” C. 

Antimonic acid in a lead glaze forms the Naples yellow just described. 

Uranium oxide produces a number of bright yellow glazes which can be fired 
at low and high temperatures. It is more expensive than antimony yellow, but 
is available under conditions where the latter cannot be used. 

Gold chloride mixed with tin Ihloride forms Cassius' purple, which produces 
brilliant rose, purple and carmine colours in glazes at temperatures between 
850' and I, too" (i. 

Melallic gold is applied to the glazed ware in the form of a specially prepared 
mixture, which is “fixed” by gentle heating in a suitable kiln. The gold may 
also be burnished by rubbing it with agates, if desired. 

Other precious metals such as silver and platinum are occasionally used to 
produce a lustrous effect. 

Tin oxide (stannic oxide) remains suspended in most transparent glazes, and 
thus converts them into white, opatiue masses resembling some kinds of porcelain. 
It is the opacifying medium of most enamels. 

Tin ash is a stannate of legd made by roasting lead and tin together. It is 
being rapidly replaced by tin oxide which is a purer and better preparation. 

Zinc oxide and antimony oxide behave in a similar, but far less efficient, manner. 

Fluorspar, cryolite, alumina and various other substances are used as opacifying 
and colouring agents, and new preparations are continually being invented. 


There is, in fiict, x conlintia! rlemand for new colours in bodies and glates, anti a detailed 
investigation as to the causes of the formation of several colours is much needed. Many of lliem 
are now prepared by purely empirical melhotls which could, proltablv, l»e .simplified and improved 
if the reactions involved were better understtnnl. 

Teshng Rate Materials , — At the present time very few earthenware manufacturers carry out 
a.ysteniatic tests on their raw materials ; even the most progressive ot them do little more than 
run a test batch of ware ” when a new supply of material is received. Cttnsequently, there is 
room for considerable economies and improvements in this direction, though the matter is far 
more complex than appears at first siglit. The tests which should lie made must be of a physical 
as well as a chemical nature, for in many cases variations in the fineness of the material arc even 
more important than in its composition. The fusing points and the speed of reaction with other 
suliHanccs are also matters of imjxirtance which are dithcult to test precisely. 

the influence of apparently unimportant factors, and the difficulty in ascertaining the real 
various phenomena oltscrvcd, make Ihe testing of raw materials a tedious task and one 
* >ch IS usually fraught with but small return for the labour spent. Vet this is precisely one of 
diffi I reasons why^ testing should l»e systematically carried out, for in no other way can 
mculties be overcome so readily or progress made in the industry, 
kiimparatively small variations in the raw maleriats nsetl are frequently the cause of very 
a w°'i^ .^^rrs, so that some examination of alt raw materials is .sKsolutely essential to success, if 
orks is to be well managed on really economical lines. 


Earthenware Bodies.—' rhe body of earthenware articles is prepared by 
two or more clays with sufficient glass-forming material, or flux, to form a 
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material which, when burned, will have a sufficiently close texture, a good ring, 
and will possess the usual characteristics of unglazed earthenware. 

The kind of clays selected for this purpose have been described on pp. 159, 160; the fluxes on 
pp. 160-163. It iswsually necessary to add a considerable proportion of nori-plastic refractory 
material (such as flint) to reduce the shrinkage which the mixture undergoes on drying and to 
produce as white a ware as possible. Any tendency to yellowness may he correctea by the 
addition of a suitable preparation of cobalt. 

The proportions of the different materials used differ considerably is different 
works and according to the kind of earthenware required. In all cases, the ball 
clay is the chief ingredient, and usually forms almost half the weight of the raw 
materials used. The china clay added increases the whiteness of the ware and 
reduces shrinkage and liability to fracture under sudden changes of temperature. 
The amount usually present is about half that of the ball clay, but equal parts of 
each are sometimes used. The larger the proportion of china clay the whiter and 
better will be the ware. Flint is added in quantity about equal to, or rather less 
than, that of the china clay, and Cornish stone to about half that of the Pint. 
typical earthenware is therefore composed of : — 


Ball clay 

46 per cent. 

China clay 

23 

Flint 

21 .. 

Cornish stone 

'0 


too 


Recipes for cattheuwarc bodies are of small value, for the condilions vary in each works and in 
the manufacture of each kind of ware, so that each potter has to modify the composition of his 
mixtures to suit his special requirements. ^ 

In practice, the materials are not weighed out, but are converted into a fluid 
state by mixing them with water, the retjuired quantities of the slip or slurry so 
produced being then measured in order to obtain the 
mixture desired. 

This arrangement overcomes the difliculiy which would other- 
wise be caused by variations in the jtroporlions of moisture in the 
different materials, and saves the necessity of determining the pro- 
portion of such moisture and allowing for it. 

As it is essential that the composition of the body 
should be as uniform as possible, all the raw materials 
must be in an extremely fine state of division. fhe 
[rarticles composing the clay.s are, naturally, so small that 
no crushing is necessary, but the flint and Cornish stone, 
and any other materials used, must be ground in mills 
kept exclusively for this purpose. 

In the Staffordshire potteries the grinding of these materials is a 
trade to it,elf, the milters supplying both Hint and (kirnish stone in 
the form of a slip of which each pint weighs 32 nr.. { = sp. gr. i.6n). 
When this is the case these slips do not require to Ijc blunged, bnt 
are stored in tanks until required. 

Each raw material, with a suitable quantity of water, is measured out roughly 
and discharged into a vertical tank termed a btunger (Fig. 2). This machine is 
fitted with a vertical shaft carrying horizontal blades which, when rotated, effect 
thorough mixing of the materials and water, and produce a creamy slip. This is 
then run into a storage tank or into a mixing ark. 

The thoroughness of the blunging, and the uniformity of composition of the slips, will depend 
on the correct design and construction of the hlungers. These should Ite hexagonal in shape, am 
the internal blades should lie of such a shape, and set at such an angle, as will give Ihe nmsl 
thorough mixing motion. It is much Itetlw to Ituy them from a firm of pottery engineers than to 
at^mpt to design them and have them made elsewhere. 



Fill. I, — Wet (iriniling 
Mill, 

(/)> courUsy of 
Meun T. WilUtt O.) 
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The blunged material must be tested as to its specific gravity. This is usually 
bv measuring out exactly one pint of the slip and weighing it accurately. It 
imoortant not to have too dense a slip as it will tend to settle too rapidly ; too 
watery a slip, on the contrary, will not mix readily with other slip# 



The following densities have been found by long experience to be the most generally suitable : 

Ball clay slipi weighing • - -24 oz- per pint. 

China clay slip, weighing • ■ 26 ,, „ 

Cornish stone slip, weighing - ■ 3^ i» »» 

Flint slip, weighing - * * 3* n 

, It is generally desirable to blunge the materials to a slip of slightly greater density than those 
given, and to make the final adjustment by adding water and again blun^ng for a lew moments, 
the operations being repeated until the desired “weight per pint ’ is obtained. As much depends 
on the density of the slips being accurately known, great care should be taken in this stage ot 
the manufacture. 
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The various slips, in suilable proportions, are next run into a mixing ark, or 
light blunger, the quantity of each being usually measured in inches of depth of 
slip in the ark. 

As the sides of the ark are vertical, it is clear that the volumes of the slips added will 

be proporLioual to their depth in the ark, and a lath marked in inches and immersed vertically in 
the latter will serve to measure the volumes with sufficient accuracy. 


The order in which the various slips are run into the ark is of some importance ; 
the most satisfactory order is ball clay, china clay, flint, stone and stain. Scraps 
of body which have been blunged up into slip may also be added, if desired ; 
this is frequently done as it appears to facilitate the working of the body and to 
increase its plasticity. 

The various materials are now mixed together by rotating the blades in the 
mixing ark — which resembles a blunger~and when a uniform slip is obtained, it 
is pumped on to sieves termed lawns. These usually consist of tiers of rectangular 
wooden trays, the bottoms of which are made of silk or phosphor bronze wire gauze. 

Three lawns are employed, one above the other, the coarsest being at the top. The usual 
meshes are those known as 14’s, l6’s, and rS’s, but the lartet— being very fine— is sometimes 
omitted. In order to increase the speed of sifting, the lawns are given a “ to-and-fro’' motion 
by means of a crank and eccentric. 


The slip which has passed through the lawns is next allowed to flow through 
a trough containing a number of electro-magnets which retain any particles of 
metaliic iron which may become adventitiously mixed 
therewith. 

Unless ihese parlldes are removed, the ware will become 
yellow and spotty. The magnets must, of course, be cleaned 
periodically. 

The slip is next run into a finishing ark where it 
receives its final mixing before going to the filter 
presses. 

The slip usually weighs about 26 oz. per pint, and 
so is far too fluid to be used by the potters— except 
in the process of casting— and must have a consider- 
able proportion of its contained water removed without 
“unmixing” the other materials. The best means, 
known at present, for effecting this is by means of a 
filter press, but the process is so clumsy and inter- 
mittent that an improved method is greatly to be desired. 



‘Tic,. ' 
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In the filler press (Fig. 3) the slip is pumped or run into cotton bags which are then 
subject to pressure so as to srjueeze out roost of the water whilst still retaining the day. When 
as much water as possible has been removed, the cloths are opened and the cakes of clay, measuring 
about 5 ft. ^ I ft. 6 in. x ^ in., are taken out and rolled up. 

In order lo produce a homogeneous mass the cakes are placed in a pug 
mill which resembles a large sausage machine. In this, the clay is cut, 
squeezed and mixed until it emerges from the machine in a solid, uniform pasty 
mass, which is cut into lumps by means of a tightly stretched brass wire and is 
taken to the workmen, or to the clay store, as may be required. 

In some works, the older process of wedging is still used, the cakes being dashed hard on 
one another, sliced with wire and the pieces again dashed on each other, this being continued 
until a uniform paste is obtained. This method is slow and tedious and depends for its 
.success on reliable men who can be trusted not to shirk the hard work involved; except for 
special work, therefore, it is largely being replaced by the more rapid and, in most cases, equally 
efficient pug mill. 

Consistency . — There is for each mixture of clays, etc., a definite consistency at 
which it is easiest to manipulate, and the potter must, therefore, take care that the 
correct amount of water is present in the pugged paste. 
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Iftoo much water is present, the body will be too soft and adhesive, whilst if it is too dry it will 
not fit well into the moulds and will fall , to pieces during later stages of manufacture. The con* 
bistency which is generally suitable is that at which the clay paste is sufficiently soft to be easily 
worked into any tiesired shape without it adhering to the fingers of the workman. An experienced 
potter can immediately tell by the “ feel ” of a piece of clay paste whether its consistency is what 
he desires. 

The chief property posse.sscd by all earthenware bodies of being capable of forinaiion into any 
desired shape by the mere pressure of the fingers is termed plasticity. Little is known at present of 
the auses of plasticity, but it is a characteristic of most clays and is one of the most important dis- 
tinctions between them and other substances. Further information on the subject will be found in 
the section on Clays (p. 142}. 



Fi«. 4.— Foltefs Wheel (Tower* Driven). 
(by C0Hrt(sy of Mtisrs li^tmgers LM.) 


Methods of Shaping Ware. — In the production of earthenware, a number 
of processes may be used singly or in combination according to the articles to be 
produced. The most important of these methods are as follows 

Modelling, which consists in giving a pasty mass of body the desired shape 
hy cutting, pressing, and pulling portions of it. This is, in some ways, similar to 
•he work of a sculptor in carving stone, but the greater softness and plasticity 
the body enables the fingers and small wooden tools to take the place of the 
s'^ulptor’s hammer and chisel. Moreover, pieces of fresh paste can be added 
h’ain mass whenever desired— a property that is only possessed by plastic 
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Modelling is only used when a single article is to be made, or when a mould is to be produced. 
It is slow and somewhat tedious work, even when ample facilities are provided, but it is the starting 
point of all methods of manufacture. 

Throwing is a special form of modelling in which the potter uses a rotating 
plate— the well known “ potter’s wheel on which to form the article. The earliest 
wheels were simply flat wooden discs mounted on an upright spindle and kept in 
motion by occasional blows administered by the hands or feet of the potter, but the 
modern wheels are more complex and are driven mechanically (Fig. 4). 

In making symmetrical articles, such as vases and most domestic vessels, the 
use of a wheel greatly facilitates the shaping of the mass. The potter dashes a 
pasty lump of body on to the wheel and starts the latter rotating. He then wets 
his fingers in a bowl of water and applies them to the mass in such a manner that 
it rises and falls in a conical shape until it is well mixed and free from air-bubbles. 
He then forces his thumbs down on the centre of the mass, and with his fingers 
converts it into the desired shape, the final touches being given with various small 
tools made of wood, horn, or metal. The surfaces are then cleaned with a wet 
sponge, the article is cut from the base, by means of a stretched wire, and passed on 
to the next workman. 


Throwing is skilled work and many precautions must be taken hy those engaged in it, hut these 
need not be mentioned here. It is sufticienl to slate that an incompetent thrower may produce 
articles which appear to be quite satisfactory when they leave his hands, though at a later stage 
they become twisted and warped through irregular strains and pressures applied by the thrower. 

Marry vessels may be finished by the thrower, but if great accuracy of shape 
is desired it is usual to have them “turned.” Unfortunately, throwers arc 
being displaced by mechanical contrivances (presses) which produce similar 
results more rapidly and cheaply, though whh less artistic value than those 
possessed by articles thrown by a clever potter. 

Articles of complex shape arc sometimes thrown in two or more pieces 
which are afterwards joined together. 

Turning is a modification of throwing, and consists in treating 
the dried piece of ware on a lathe in*a manner precisely similar 
to that employed by engineers in turning wood, steel or iron to a 
desired shape. The chief difference is that the dried body is su 
soft that very little power is needed for driving the lathe, so that 
a small treadle lathe is generally used. 



The turner is usually supplied with ware which has been “thrown” to 
almost the desired diape, and his work consists chiefly in finishing the ware, 
aii<) giving it an accurate shape. In the manufacture of electrical fittings the 
degree of accuracy re(|uired is sometimes almost as great as that for melal, 
notwithstanding the great differences in the materials used. 

By means of special allachmenls to the lathe, elaborate devices may be 
turned with ease and rapidity, and the demand for accurate and complex ware is such that much 
of the ware made mechanically in presses, etc., is now finished by turning it on a lathe. The 
finish given by turning is better, and the shape is more accurate than those obtainable by any 
other proce.ss of shaping. .\ crude form of turning is used for rough pottery, and is known 
as fetiHng. 


Fic. 5.— Lathe. 
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Moulding is now the most usual method of shaping earthenware articles. The 
paste is placed in suitable moulds made of plaster of Paris, and is pressed into them 
either by hand or by some mechanical means, the surplus material is removed, and 
the mould is then set aside to dry. After some time, the contents are taken out 
and a replica of the article or model is thereby produced. 

For some complex articles, the moulds must be made of many parts, but the 
principle is the same. 

Potters do not usually employ the term " moulding," but include this operation 
under “ pressing,” even though no presses are used. 

The simplest form of moulding is when the paste is pushed well into every part 
of the mould by hand, and after the article has been removed from the mould its 
surface is finished as may be required. This process is used for all articles which 
cannot be made on rotating machines. 
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An ordinary ewer, or jug for toilet use, is typical of the kinds of ware which are made in 
moulds. For plates, etc., the mould consists of a single piece, but for most hollow ware it is made 
of at least three pieces, the handle being made in ase];arate mould and attached later. The inside 
of the moulds is sponged with clean water, and the various parts are filled separately with a flat 
cake or bat of body, which is somewhat laiger and rather thicker than the portion of the ware to 
which it corresponds.* The body is carefully pressed well into the mould, and any excess is carefully 
removed. The various parts of the mould are now fastened t<^ether, and the “joints” or spaces 
between each piece of body are carefully obliterated by working with the fingers, more body being 
added if necessary. When the various pieces of body have lieen properly united, the inside surface 
is trimmed to shape with a small scraper, and is finished with ^ sponge and clean water, until it is 
as smooth as possible. The mould with its contents is then set 
aside until the body is sufficiently stiff for the mould to be 
emptied with safety. After this, the article is trimmed exter- 
nally, the handle is attached by means of a little body slip, and 
the \shole surface of the article is then finished with a wet 
sponge and a piece of leather or linoleum until it is quite 
smooth. 

The article is then taken to the “ stove ” or drying chaml^er. 

Each workman will require a large number of moulds to 
keep him fully occupied. 

The moulds soon become “sick,” and will not deliver the 
w.ire properly; they must then be cleaned by carefully scrubbing 
the interior with a wet brush. If this and a thorough drying 
does not revive them, they must be discarded. 

foUeying is a form of moulding which is more 
rapid and requires less skill than hand pressing. The 
joiley consists of a mould fitted on to a kind of 
potter’s wheel (Fig. 6), and the lump of body is 
thrown into it. A piece of pottery, wood, or steel- 
termed a profile— attached to a suitable framework — 
termed a jigger — is then brought down on to the paste, 
and tlie pressure it exerts, in combination with that 
of the rapidly rotating joiley, rapidly converts the 
lump of body into an artieje of the desired shape. 

Jolleying is, therefore, a combination of processes wlrerel*y 
the exterior shape of the article is moulded, and the inside is 
simultaneously turned. This ])rocess is sometimes tevefsed, as 
ill the manufacture ol plates, which are made upside down, the 
profile formini; the ‘ ‘ bottom ’’ of the plate, and the mould the 
face or interior. 

It is often convenient to use two machines, one to form a 
flat disc or hai of paste, and the other to give this the final 
shape desired. 

Prases of various patterns are used for wares 
reiiuired in large ([uantities, the most usual form for 
earthenware being a joiley or jigger. For hearth 
tiles and other wares not readily formed by jolleys 
and jiggers, toggle-levers or screw presses (Fig. lojare 
largely employed. These presses arc provided with 
metal moulds consisting of two chief parts — the /w.v 
"hich is attached to the bed of the machine and the KK>cmiitsye,/ Messrs ]SmsersUd.) 
plunger, or moving part, which fits into the box. 

A suitably sized lump of paste is placed in the lio.x, and the plunger brought 
down forcibly by means of the mechanism provided. The body, being under 
great pressure, is thus made to occupy all the interstices in the mould, and 
any excess of material is forced out through an escapement. On reversing the 
machine, the plunger is raised and the article may then be taken out of the 
mould. 



FiO. 6. — Vcrlical Jigj’cr 
and Jolley. 


As these metal moulds are costly, and only applicable to articles of comparatively simple shape, 
^ e use f)f presses i.s limited to certain wares, such as tiles, which are required in enormously large 
JJ'iiuers. Many manufacturers are now, however, preferring to use dust instead of a plastic body 
such presses are employed. 
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Casting is a form of moulding which is specially suitable (or very thin ware, 
though in some instances it may be used for thicker articles. The moulds used for 
this purpose are of plaster, and a body slip— carefully lawned to free it from grit— is 
poured gently into the moulds. The plaster absorbs most of the water from the 
slip, and after a short time the mould is inverted, any remaining slip is poured out, 
and the mould is left for the body within it to dry and shrink. This does not take 



Fig. 7.— .Automatic Cup- Fu;. 8.— Automatic Machine for Fig. 9.— I’lale-makin^ 
making .Machine. making Wash Bowls, etc. and Baiting Machine. 
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long, and the body can then be taken out of the mould in the form of an article 
which usually requires retouching. 

For successful casting the slip roust be very fluid, hut must contain only a link water. The 
addition of a small percentage of alkali, and particularly of laryta, to the clay reduces the ptoiwt- 
tion of water needed to make the slip fluid, by 40-45 per cent. 


Cast ware is very porous, and shrinks greatly on drying ; it is more largely used 
for porcelain than for earthenware, though there are many earthenware articles, such 
as spouts for tea and coffee pots, which cannot be made so easily 
in any other way. This method is also of special value for thin 
ware of a complicated pattern. 

Exprtssion of the body through a die or mouthpiece fitted on 
to the exit end of a pug mill is only used for the cheaper handles 
and similar solid parts of articles. In the manufacture of bricks 
and tiles, on the contrary, this is one of the most important 
methods of manufacture; it is described in the section on Bricks 
(p. 208). 

There are a number of minor processes through 
which the articles must pass before the shaping can be considered 
to be complete. The surface may be scraped and polishii in 
Fir 10 —.Screw remove blemishes ; some portions may require to be 

Tile Press. “^rv‘d or undercut ; others must be repaired by the addition of a 
{BycnHiiyi/ifuir, Idlle ffcsh body followed by gentle trimming and polishing. 

T. ivi/itii c».) Slipping and sticking up are terms employed for fastening 
handles, feet, spouts, and other accessories on to articles ; it is 
generally advisable that distinct projections such as these should be moulded 
separately, and afterwards stuck on to the article; to mould the whole at once 


{By C«>i rUty 0 f Mtii rt 
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greatly complicates the manipulation, and prevents the ware being made so satis 
factorily. Sticking consists primarily in moistening and pressing together the two 
parts 10 be joined, and uniting them by working in a small roll of plastic body. 
Slipping is used for less plastic bodies ; it consists in covering the surfaces to be 
united with body-slip and then pressing them together. 

EngoHng consists of the application of a coating of a l)ody different from tb^| 
of which the article is made. 'Thus, earlhenwate articles may, for the sake 0 


EARTHENWARE 


173 


cheapness or for some special reason, be made of a body whose colour, when fired, 
is undesirable. Such a body can be covered with an engobe of superior clay, and 
in this way can be made to resemble first-class earthenware. 

Engobes are, usually, of the same composition as the best earthenwares, but it is sometimes 
convenient to add a little extra fiux or glaze to them, in order to increase their adhesion to the body 
of the ware. Where a coloured engobe is required, the appropriate stain (p. 163) is added to it 
Ijefore use. They are applied in the same manner as glares, but occasionally the engobe is placed 
in the mould in which the article is to he made, and the coarse material is then used to form a 
“hacking.” 

Drying Earthtmt'an . — Owing to the large amount of moulds and of space 
which would otherwise be occupied, and the necessity of avoiding draughts, it is 
almost imperative that some form of artificial drying should be employed, and 



Fifi. U. — Screw Press for Small Ware, 
(if^ cPKrttty c/ Mtars iVtngrrs Ltd.) 


dryino: m-g generally used for this purpose. Each mould must be dried before 

ils contents can be removed, so that the stoves must have ample capacity for all 
goods that each maker can produce. Many stoves now in use will hold a thousand 
or more moulds. 

The ordinary drying stove for fine earthenware consists of a series of shelves about l o ft. high 
12 ft. square, arranged on the axes of a hexagonal frame <Fig. 12) with just sufficient space 
ween each shelf for it to accommodate the moulds. The frames carrying these shelves are 
vertical shaft* so that they can be rotated slowly. They are enclosed in compartments 
com healed by steam or hot-water pipes near the floor, several frames being plac^ in each 
the Opposite the centre of each frame there is a door of just sufficient width to enable 

stov'^ f one arm of the frame to be pul on or removed, as desired. The use of an enclosed 

whiUf*^i P^ltern, with a narrow doorway, enables the heal lo be used to the best advantage, 

also allowing ready access to all the goods in the stove. 

^ very large articles fixed shelves around the walls of the drying room are generally employed. 
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When the articles in the moulds arc sufficiently dry they are removed, placed 
on a revolving table, termed a ivhirlcr^ and carefully sponged or rubbed with a 
piece of leather to give them the necessary finish. Wares of a specially fine nature 
sometimes receive a further polishing by means of flannel or tow, applied to the 
almost dry body. If necessary, they are replaced in the stoves and the drying 
completed. 

The linisheJ goods are then ready to go to the kilns or ovens. Plates ate placed in htings 
consisting of twelve plates placed one above the other. 



Fic. 12.— Section and Plan of Drying Stove. 

Shrinkage.— During drying, the water present in the pasty body is removed 
in two ways : (a) by absorption by tlie plaster, the pores of which are too fine to 
allow the clay to pass through them, and (i) by evaporation. In each case the 
removal of the water produces a reduction in the size of the articles, and allowance 
must, therefore, be made for this shrinkage. The amount of contraction differs 
with different bodies, but is usually about one-twelfth of each dimension of the 
article, except in cast ware in which it may be much larger. 

Bodies with a high shrinkage on drying usually have a strong tendency to warp and crack. ^rr 
that it is desirable to keep the shrinkage as low as possible. This may be done by substitnticg 
china clay for some of the more plastic clay or by the addition of flint. A certain amount of pbri‘e 
clay is, however, essential | without it the jartlcles cannot be kept together. Hence, all articks 
made from a plastic body invariably shrink during drying. 
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In small, thin pieces, the shrinkage and drying do not usually present great difficulties but in 
larger and thicker ware the greatest possible cate is needed, and the drying must be exceedingly 
slow. 

Further information with respect to shrinkage will be found in the section on Clays (p. 142). 

Ovens.— For burning earthenware, round vertical kilns, ox'mim, are chiefly 
employed. In shape they resemble a large, but stumpy, bottle, and consist of 
a cylinder of brickwork about 8 ft. 6 iti. high, above which is a high dome 
surmounted by a chimney. Around the circumference of the oven is a number 
of fireplaces, the flame and gases from which enter the interior of the oven and 
pass partly up small chambers or bags and amongst the contents, and partly down 
through the floor or sole. Both sets of flame and gases eventually rise up 
through the kiln and finally pass out through the chimney at the top. 

Sometimes the oven proper is quite independent of its chimney. The latter is 
then built in the form of a large bottle- 
shaped structure which completely sur- 
rounds the kiln and is termed a kovd 

(Fig- 15)- 

This arrangement prevents the wind from 
blowing the fires and so disturbing the heat of 
the oven: it forms, however, a very hot and 
confined space in which the firemen work and 
the draught is liable to be feeble and irregular. 

Down-draught ovens (Fig. 16, p. 215) 
have long been used on account of the 
even temperature which can be pro- 
duced in them. They are of various 
patterns and often differ considerably in 
their constructions, but in all cases the 
flame and hot gases from the fuel first 
rise up inside the walls of the oven until 
they reach the dome; they are then 
turned downwards and, passing through 
one or more openings in the floor of the 
oven, they travel through a series of 
flues to a .separate chimney. 

In order to economise fuel, two 
ovens are sometimes built on top of each 
other (Fig. 14), the waste gases from one 
then passing into the next oven. 

Many attempts have been made to use tunnel ovens, into which the goods are 

introduced at one end, heated slowly until they reach the centre of the oven 

where they attain their highest temperature and then cooled gradually until they 
pass out at the further end. With few exceptions, tunnel kilns (Fig. 16) have not 
proved successful for earthenware, but are useful for gilding, overglaze firing and 
patching defective ware (see p. iSi). 

There appears to be much room for improvement in the design and construction of ovens for 
scale experiments ate far too costly for most potters to lie able to attempt 
li I sn application of Hoffman's conlinuons kiln would prove highly economical in fuel, 

M such a kiln h^ never been used on a large scale for earthenware in this country. 

...,1."' IP'S Instead of coal also offers several important advantages, but no gas fired kiln for 
rthmware has yet been built in Great Britain. 

5 , “nfl'fions and changes which occur inside a large potter's kiln ate highly complex, and as a 

easil ■ h”'"* j™ ''' **’' n'nnn"’ working the kiln may spoil the whole of its contents, it will 
worn * , 's'n®^ Ifisf very few potters are willing to risk thousands of pounds on a doubtful 

bevonT O' a small improvement in their ovens. That large improveraenls are possible is 
before ,d>n Event difficulty is the serious loss which would probably have to be faced 

the improved kiln was a commercial success. 

be j or placing are terms used for what, in less technical language, would 
t^signaled as “ filling the oven.” The earthenware is first placed in oval or 



Fir,. 13.— Movable Shelves in Vertical Drier. 
(Sj' couritsy cf Messrs T. lyUltlt 6“ Co.) 
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round boxes made of fire-clay (termed saggers), and these are then piled one on 
top of the other until the oven is “filled.” 

The earthenware is so tender that it requires great skill and care to place it properly in the 
oven. A single sagger full of plates is a heavy and difficult article to manipulate, especially as 
many of them have to carried up ladders. 



I-’iG, 14.— Vertical Section and Han Fig. 15.— Section and Plan of 

of Double Oven. Hovel Oven. 


Biscuit or unglaaed ware is easier to place because the pieces can be laid on each other so long 
as there is not too much weight on any portion of the ware. The skill of the setter in biscuit 
placing consists, therefore, in placing the largest quantity of ware in the kiln. 

In placing glazed ware, or ghsl, the glazed surfaces must, as far as possible, be kept out 
of contact with any other surface, and the ware is therefore supported on “pins,” “^purS’ 

' ‘ thimbles,” and other specially shaped pieces of fire-clay, the sharp edges or points of which are 
designed not to spoil the appearance of the glazed surface of the ware. 
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Much ingenuty has been exercised in devising means of placing glost ware in saggers: 
detailed descriptions of these devices are given in Bourry’s “ Treatise ” ’ and other technical works. 


The number of saggers in an oven is very large, being usually above 
2,000. They are arranged in a series of r/ff/j—usually five— and are piled on 
one another until the oven is filled. Sufficient 


space must be left between the piles or bungs of 
saggers to permit the proper circulation of the fire 
gases. 

To prevent the flame entering the saggers and 
discolouring the ware, they are luted with sand or 
clay — preferably the latter. The lute also affords a 
means of properly bedding the saggers on each other ; 
if this is done carelessly the loss resulting from the 
breakage of sajgers will be serious. 



Fig. 16. — Cross Section of 


Firing. — I'he firing of earthenware biscuit re- Tunnel Kiln. 


quires great care and skill. It is necessary to heat 

steadily and slowly, so that the water evolved on the decomposition of the clay 
may not escape too rapidly and so damage the ware. The ware shrinks as the 


water is removed, and if the heating is irregular the ware will twist and warp to 
such an extent that it becomes useless. 


Tills second, or kiln shrinkage, is only about one-third of tbal on drying, but if the rate at 
which it occurs is excessive the possibililics of damaging the ware are very large. 

The temperature finally attained in the biscuit oven is about 1,200" C , the 
ware being heated until it has attained the desired hardness and density rather 
than to any definite temperature. Some potters find it better to heat for a long 



time at a somewhat lower temperature, others prefer a higher temperature and a 
shorter heating. 

Tnah made of pieces of earthenware, are placed in convenient parts of the 
oven, and are drawn out through special trial-holes. By drawing out trials at 
regular intervals from various parts of the oven, the extent of the action of the 
fire on the ware can be ascertained. Various pyrometers — including the very 
Ingenious shrinkage-gauge of Wedgwood and the Seger cones (Vol. I., p. 74) — 
are also used for ascertaining when the firing of the ware is likely to be finished. 

Skilled firemen can judge the temperature of a kiln by looking at it carefully, and when 
accidents have happened and part of the inside or contents of the kiln have slipped, the fireman 
IS trei)uenily compelled to rely entirely on his experience of the “colour” of the kiln to enable 
to finish ihe burning. 


In order that the ware may be burned economically, the fireman must 
eat It as rapidly as is consistent with safety, and in order that the heat may 
e uniform^ he must carefully regulate his fires and the quantity of air 
muted. The coal used should be long-flamed and of fairly good quality : it 
es more to use a poor coal than a better one on account of the longer time 

"eeded for heatinn. 


15, 17, and 18 are from Bourry’s “Treaiise on Ceramic Industries." 


' kigs. 12, 14, 


voi,. n. — 12 
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There are many opinions as to the best methods of heating ovens for earthenware biscuit, but 
the most satisfactory ovens are those in which the temperature is raised steadily until the finishing 
point of the ware is reached, and in which this temperature is maintained as long as may 
be necessary. Flat ware, such as plates, dishes, etc., requires a long lime tq gain the temperature 
of the oven, and holding the fire at the finishing temperature — a process technically known as 
soaking — is almost essential. Soaking at a temperature much below the finishing point is 
alinobl useless with earthenware. 

For thirty hours, the oven requires little attention l>eyond steady firing, but, about twelve hours 
before the end, difficulties commence. The most critical time of all is the last firing or baiting ; 
at this point the temperature must be raised with great care, and the indicators, trials, etc., must be 
very carefully observed. 

When the firing is finished, the oven is luted up and left for at least twenty 
hours so as to cool uniformly. After this it may be partly opened, and eventually 
it may be emptied, i.e., drawn. 

The product is biscuit or unglazed earthenware ; it must usually be glazed 
before use. 

Glazes. — In the manufacture of earthenware a glaze or glassy covering is 
essential, as the body of the ware is porous, and easily becomes dirty. Earthenware 
glazes are fired at a somewhat lower temperature than the body, but very soft 
glazes fired at an exceptionally low temperature are undesirable, as they are very 
liable to crack and peel off, and are apt to be poisonous because of the soluble 
lead salts formed. Readily fusible glazes which are free from lead have not, as yet, 
proved commercially satisfactory. 

.-\s already noted (p. 160), the glazes used for earthenware are chiefly composed 
of some of the following: bora.x, soda, potash, china stone, flint, whiting, china 
clay, and one or more lead compounds. As some of these substances are soluble 
in water, they could not be used in the ordinary methods of applying the glaze 
to the ware {i.e., by dipping), and such substances must, therefore, be converted 
into insoluble ones. This conversion is affected by fusing certain ingredients of the 
glaze together, thus forming insoluble silicates, alumino-silicates or boro-silicates, 
according to the substances present. This process is known as frilting, and the 
fused product is termed a frit {p. 162). 

The I'olhjwini; are typical mixture^ foi making frits for earthenwan — 


Mixtures tor Frits. 





A 

h 

C 

D 

Borax 



30 

36 

39 

, 24' 

Cornish or china stone 



30 

20 

23 


China clay • 



5 

6 

7 

JO 

Flint 



15 

20 

[8 

20 

Whiling’ 



20 

18 

13 

14 

.Soda ash 




... 

... 

1 1 


The frit mixture is placed in a reverberatory kiln and, when fused, is run into 
water which granulates it. If the granulation is properly effected there is no need 
to grind the frit before preparing the glaze. 

Earthenware glazes are usually made of the following ingredients mixed m 
pro[)ortions similar to those stated on the next page - 


‘ liffractc acid. 
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Mixtures for Glaze. 


j 

A 

B 

C 1 

D 

1 

1 Frit ■ • ■ 

50 

}6 

i 5S i 

55 

1 Cornish stone 

25 

40 

1 16 , 

25 

1 White lead • 

25 

24 

■ 22 1 

20 

Flint 



i ^ 1 



The glaze or tube-mixture is ground with water to an extremely fine powder in 
a ball-milij Alsing cylinder or chert-lined mill, and is carefully sifted through 
of silk or phosphor bronze. It is then run into a blunger, the arms of 
which are fitted with electro-magnets so as to remove any adventitious particles 
of iron, or these particles may be removed by running the glaze-slip through a 
trough fitted with powerful magnets. 

It in necessary I0 adjust the composition uf the glaze accurately tf the U*st resuib are desired, 
and this is all the more important as glazes do not ap|«iir to he definite chemical compounds, 
but ate of the nature of one 5*dtd dissolved in another {“solid solution”). If conditions arc 
favourable, crystals of definite com|)oimds will form in the glaze, but as these destroy its value, 
the glaze maker is careful to avoid forming sucli crystals. 

The efi'ecl of the various ingredients on each oilier has alreacly l»een mentioned (p. 162), and 
their constitution and composition are so complex as to form <uie of the chief suljjects which a 
ceramic chemist must study. Usually, the greater llic proportion of metallic oxides or of boracic 
acid or Ixuax in a glaze, the lower will l»e its melting point, but much depends on the nature 
of the other coiisliluents. White lead is the chief and most useful Hux employed by potters in the 
production of earthenware glates, and though many attempts have l>een made to avoid its use this 
has only proved possible when the glossiness or some other important characteristic of the glaze 
has been partially sacrificed. Tlic use* of barium compounds has proved valuable, l)Ut not sufficiently 
so to enable the use of lead to be discarded. There Is scope for an extensive investigation as to 
what element, if any, can replace lead in earthenware glazes; at present, no substance is known 
which is entirely satisfactory for this purpose. 

Glaze is applied to earthenware which has been fired (biscuit) by dipping the 
article into the glaze slip. The earthenware is porous and absorbs the water in 
the slip, leaving the article covered with a thin coating of glaze mixture. Mechanical 
dipping and glazing appliances are sometimes used, but skilful handwork is better. 

The ware is allowed to dry and is then taken to the kiln, placed in saggers, 
and fired until the glaze has fused to a uniform glassy covering. Any support 
coming in contact with a glazed surface will spoil the latter at that point, and it 
is therefore necessary to keep these iwints of contact as small as possible (see 
“Setting ”). 

During the second healing in the kiln— which is known as the materials forming 

the glaze fuse to a molten glass and combine sufficiently with the l)*«dy of which the ware is made 
to form a strongly adhesive and impervious coaling. If this cwiling. or glaze, has a coefficient of 
expansion appreciably different from that of the body, strains will be set up In both body and 
glaze, and the latter will crack or peel off. Ordinarily, glazes are transparent, but opai^e glazes 
(enamels) are sometimes used in the production of white ware from a coloured body. The usual 
opacifying medium is oxide of tin. 

ihe kilns used for firing glazed earthenware are of the same type as those used for burning 
earthenware biscuit, but a lower temperature is required for the glaze. 


THE DECORATION OF EARTHENWARE 

I'he decoration of earthenware may be effected in various ways. The body of 
the article may be modelled, carved, or moulded so as to form an attractive 
design. Coloured clays may be used to form some portions of the article, or 
may be “painted” or sprayed on the ware with suitable pigments. 
Where large quantities of ware with the same designs are required, it is customary 
“ ftic colours with a special oil, then to use this mixture to print the designs 
suitable paper and to transfer it to the ware. This is known as “ printing.” 
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The application of the colours may be made (a) to the body and below the 
g\Mt--u>idt>'glaze decoration, (b) in the form of a stained glaze (p. 163), or (z) to 
the glazed earthenware— fli'ers/ase decoration. 

Of these, ihe first is the most permanent, as the design is compldely coveted hy the glaze, and 
the overghaze decoration is the least durable because it is on the surface of the ware. 

The colours used for underglaze decoration are more limited than those for 
overglaze work, because the former must resist the temperature and conditions 
of heating produced in burning the biscuit and glost ware. 1 he overglaze 
on the contrary, can be fired at any temperature which may suit them, and the 
widest possible range is thus obtained. 

For underelaze painUne the colonrs arc finely ground, and mixed with turpentine or wiih 
gum arable and water^ They are then painted with brushes, or with small pieces of sponge cm to 



Fig. 19.— Printing Tabic. 

{/j> conritsy of Mttirs U'tngert Lfti.) 


a' convenient shape. The colour is “dabbed” rather than painted, and as there is no deW' 
relationship between the colour, as used, and that which is seen 

oven, underglaze decoration requires great skill, espeaally where the effects of light am . 

''"'rS'decorated ware is next heated to a dull redness in a hardening chamber or kiln so “ 
off the turpentine and any other organic matter present, after which it is dipped in glaze, and then 
sent to the glost oven. 

In ovefglaze decofation the same methods are employed, but they are "f P'jX'ilS'.scId™'' 
ware insteid of to the biscuit. Owing to the wide range of colours such as:" 

healed to more than 900" C. The colonrs are finely ground, and then mixed witli a Hux suen 

Red lead • • • 3 !»ft5. 

Borax ■ • • z >. 

Flint ... - I part. 


This flux is really a readily fusible glaze, and its purpose is to fix the colour to 
to cover and protect it, and to give a glossy finish where this is required. 


the ware 
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The painting of overglaze work is easier than that of underglaze as the colours 
change but slightly in the oven, and losses in firing are very small. It is specially 
used for heraldic ware, gilding, and for many classes 
of pottery bearing elaborate chromo lithographic 
designs. 

Overj'lazc decorated ware is usually fired in mufBes, Imt 
several firms who have used a simple form of tcnnel kiln 
(Fig. l6) have found it more economical and saiisfactory. In 
this kiln the goods are placed in iron l^askets or on small cars 
at one end of the tunnel, and are moverl forward until they 
reach the centre. This is the hottest part of the kiln, and 
as soon as the ware is “ finisherl it is moved forward towards 
the other end of the kiln. The tcniperalurc of (he ware then 
falls gradually, and on removing it from the kiln it can Itc 
handled without inconvenience. » 

The healing is effected in such a kiln in a remarkably uniform 
and economical manner, and the gradual rise and fall in the 
temperature of the ware is conducive to satisfactory results Fig. 20. — Colour Mill, 

coupled with a large output. Such kilns are lieiler than the {By (ouriay of 

ones ordinarily used for this class of work, Ul they re<|uire a Masrs T. WilUtt Co.) 

large output if they are to be worked economically. Tunnel 

kilns are also used to a small extent for other classes of ware at which much higher temperatures 
me required, and some potters consider that they will be used very t.vtensively in the near future. 

For further particulars on overglaze decoration see tlic section on Porcelain (p. 189), 



PROBABLE FUTURE PROGRESS 

So far as can be ascertained, progress in earthenware manufacture will be in 
the direction of more economical and uniform heating of the ovens, and in the 
standardisation of existing methods. The increasingly keen competition in foreign 
markets necessitates the reduction of all waste to the lowest possible limits, and 
may not improbably result in a series of “amalgamalion.s” whereby full advantage 
can be gained from the use of a large number of ovens connected together in 
such a manner that the best possible use is made of the fuel. 

Wiih existing (single) ovens placed some distance apart this waste is unavoidable. Improvements 
in grinding and other machinery ami in the trades subsidiary to the manufacture of pottery, such as 
colour makers, etc., lend to the elimination of individuality in different firms, and induce conformity 
to a limited number of standards. This will further tend to reduce the costs of production, but 
will simultaneously lessen the value of the ware by robbing it of some, at least, of its individuality. 

The large amount of research work now being carried on in connection with earthenware and 
Ollier pottery tends to increase the number of colours and wares available, and also to reduce the 
proportion of defective ware. It is, however, so costly and so risky to make any appreciable 
alteration in the modes of manufacture that few firms are prep.ared to do this, so that progress, 
though steady, is necessarily very slow. 

The amalgamation of exisiing firms into groups, or their replacement by much larger ones, is 
necessary if full advantage is to be taken of continiums (tunnel) kilns and other modern .appliances, 
especially as very large outputs appear to be essential to low costs of production. 
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SECTION LXVII 

PORCELAIN 


By Alfred B. Searle 
Consulting Technologist^ Sheffield 

LITERATURE 


A very useful list of books and journals on the technical side of porcelain manufacture is 
given on p. 151 j a more complete list is p«hlishe<l in ; — 

A. P. yEARi.K.—** 'Hie Clavworker’s Handbook.” London, 1906, 1911. 

The decoration of porcelain from an esthetic point of view is dealt with in an enormous number 
of papers and volumes, the most important of which will be found in 
M. Soi.ON’.— “Ceramic Literature.'* Ix)ndon, 1910. 

Porcelain is the noblest kind of pottery, its distinguishing feature being the 
possession of a vitrified, impervious, and translucent (or semi transparent) body. 
There are many varieties of porcelain, some of them differing very widely from the 
others, the chief ones being (rr) hard porcelain, {!>) soft or tender porcelain, (r*) china 
or bone porcelain, and (ff) Parian ware— a variety of ungla/ed porcelain used for 
statuary, etc. 

The general characteristics ofjhe various porcelains have been briefly described 
under Pottery (p. 153). 

Raw Materials. — China clay or kaolin is one of the chief constituents of 
porcelain, and the (juality of the ware will vary according to the particular clay or 
kaolin used. 


Even when the same material is used in two works, slight differences in the proportion of flux 
or in tlie healing of the ovens, will prcKluce m.vrked differences in the resultant porcelain, and the 
skill of the porcelain manufacturer lies chiefly in making the best possible use of the maieiiaU 
available to him. 


Deposits of kaolin occur in various parts of the world, the most famous being 
those near Berlin and Meissen in (lermany, at St Vrieux near Limoges in France, 
and the Corni.sh china clays in England. The German kaolins are largely derived 
from porphyry though some are of granitic origin. 'I'he French kaolins are derived 
from a species of gneiss (pegmatite), and the Cornish china clays have been formed 
by the decomix)sition of granite. Chinese and Japanese porcelains have been 
famous for many centuries. 


Kaolins ,ire while soft earths which differ from each other slightly in composition and texture, 
and even more so as regards the porcelain produced from them, hut their characteristics are 
sulhciently marked for them to form a distinct variety of clav. When washed free from the coarser 
uti purities, kaolin and china clay consists chiefly of an aluniinosilicicacid. HAlaSiaO^, the crystalline 
orra of which occurs as the mineral kaoHniie. In most kaolins the particles are so minute that it is 
a most impossible to ascertain whether they arc crystalline or amorphous, and the length of lime 
^ hi suspension in water has led to the conclusion that they are partly colloidal in nature. 

. lost kaolins are almost devoid of plasticity, but this projierty differs greatly in those of various 
ngms. This lack of plasticity distinguishes the kaolins from the plastic clays and necessitates the 
somewhat different methods of manufocture. 

rocks * irnpurilics in kaolins and china clays are quartz, felspar, mica and various igneous 
j some of which contain iron compounds. These may be largely removed by washing or 
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elutriation, but even the refined product contains upwards of 10 per cent, of intpuritles. Some of 
the kaolins used by the Chinese contain 25-30 per cent, of mica. 

Felspar — chiefly from Norway — is a typical constituent of porcelain, in which 
it forms the chief flux and thereby gives translucency to the ware. It is a hard 
rocky material composed of 64.8 per cent, silica, 18.3 per cent, alumina, and 16.9 
per cent, potash or an equivalent base such as soda or lime (see p. 161). 

There is a considerable variety of felspars of similar characteristics but different compositions. 
The figures just mentioned refer to the variety known as orthoclase, which is the one chiefly used in 
pottery manufacture, though pl^uclase felspars are also used to a small extent. 

Cornish stone or china stone is a felspathic material occurring in Cornwall and 
used in the manufacture of English china and of some glazes. It is supposed to be 
similar to the Chinese Pe tun-tse and to the French pegmatite^ but differs from 
them very considerably in several important respects, and especially in fusibility. 

The varieties of Cornish stone chiefly used have a composition corresponding to 6 per cent, 
potash, 18 per cent, alumina, and 76 per cent, silica and may regarded as a mixture of felspar and 
quartz, though artificial mixtures of these two minerals do not produce quite tlie same results. 

Quartz in the form of white sand, powdered quartz, or ground flint is used to 
reduce shrinkage in the ware and to provide the requisite amount of free silica 

(p- 163)' 

SUa/ilt—a complex magnesium silicate— is used m the production of some 
porcelain such as insulators. It acts as a flux and also increases the plasticity to 
a small extent. 

CAaH or some other form of calcium carbonate is largely used in the manu- 
facture of hard or true porcelains. It has a powerful influence in effecting the 
fusion or vitrification of the body (see p. 162). 

Magnesift, or magnesium carbonate, is occasionally used as a partial substitute 
for chalk. 

Grtig, or ground biscuit ware, is conveniently used in some porcelain glazes. It 
is also convenient for introducing clays into a body without altering the plasticity and 
moisture of the other materials. It consists simply of clean pieces of unglazed ware 
which have been crushed to powder (see p. 163). 

Bont ash is prepared by heating the cleaned bones of oxen until a white 
mass is obtained which is then ground to powder. It consists chiefly of calcium 
phosphate with a little calcium carbonate and is a powerful flux. 

As a constituent of porcelain it gives to the paste a pltcsticiiy fully as great as that of hard 
porcelain combined with the s.ame range of colours as are available for the glassy potceIain.s. 

Porcelain Bodies.— As stated on p. 153, there are many varieties of porcelain, 
and their compositions vary correspondingly. It is therefore necessary to consider 
each type of porcelain separately. 

Hard porcelain is made with a body composed chiefly of kaolin, felspar and 
quartz, the proportions of each being adjusted to produce the desired effect. 

Typical mixtures consist of — 


1 

Sevres. 

Berlin. 

j Chinese. 

Kaolin 

38 

77 

i 

1 47 

Felspar 

38 

23 

i ‘5 

Qoarlz 

Z 4 


1 38 

1 


The large proportion of clay and the absence of quartz in the figures given for Berlin porcelain 
are due to the fact that the Senewitz kaolin used there is so rich in mica. This mixture really 
corresponds to a porcelain made of clay substance 53 per cent., felspar 23 per cent., and quartz 
22 per cent. From this it will be seen that the proportions of felspar and quartz used depend on 
the proportion of clay substance in the kaolin. The less quartz and felspar the harder will the 
porcelain be to burn, hut the more resistant will it be to changes in temperature. For chemical ware 
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more clay is used. For very large anicles, ground biscuit porcelain may be added so as to reduce 
the shrinltage without altering the composition. If the proportion of the last-mentioned material is 
large it may be necessary to add a little plastic clay to bind the particles together. 

For electrical purposes (insulators, etc.), hard porcelain is extensively used. 
For this purpose, it must be fired at the highest temperature possible, and the 
ware must be rich in sillimanite or similar crystals. Owing to the demand for 
specially efficient insulators, the best of these are now made exclusively of china 
clay or of steatite, and, in the case of Matquardt porcelain, of china clay to which 
alumina has been added to make it more refractory. 

Porcelain used for electrical and some other engineering purposes must Ite made with special 
care, and screws and other fittings must he a’most as accurate as if made in metal. 

The glazes used for hard porcelains are composed of the same ingredients 
as the body, but in different proportions, and chalk or marble is sometimes added 
so as to obtain a more fusible product. 

A typical glaae for hard porcelain is that of Sevres, which is made of— 

Ground hard porcelain (grog) - -25 parts, 

Quartz - - 42 ,, 

Chalk or marble - • ■ 33 n 

or that of the Royal Berlin Works, which is made of— 

Felspar • * * S parts. I Quaru* • • 57 parts. 

Kaolin • • 28 „ 1 Marble- • 7 

Glassy porcelains are of little or no industrial importance. 

Those made in France were composed of a calcareous clay or marl with a large proportion 
of fusible material, and closelv resemble glasses of a complex charucler. In some cases so little 
clay was used that dextrin had to be mixed with the licdy to give it the necessary cohesion. The 
famous pdle Undre of Sevres was made by fritting (p. 162) it^ether— 

Sand - - • • 6c.o parts, 1 Alum- • • 3.6 part*, 

Nitre .... 21.8 ,, 1 Gypsum • 3-7 m 

Salt - • • 7.2 „ ! Soda - • • 3-7 » 

and mixing the frit thus formed with chalk and Argenleuil marl in the following proportions : — 

Frit ...... 7; parts. 

Chalk 17 „ 

Marl 8 „ 

The composition of this porcelain closely resembles that of plate glass. 

The ^hzts used for glassy porcelains are much more fusible than those for hard porcelains, 
and resemble the glazes used for earthenware. For French or glassy porcelain a typical glaze may 
be made by fusing together— 

Litharge • *38 parts, Potash - *5 parts, 

Fontainebleau sand - - 27 • Soda - - ■ Q ,, 

Flint . . . . ji ) 


grinding the product and mixing it with water to form a slip. 

For bone china or English china, the body is now composed of- 


China clay 
Bone ash • 
China stone 


Wide variations occur in china obtained from different works, particularly 
regard to the proportion of bone ash and china stone. A little ball clay 
IS also added by some potters in order to increase the plasticity of the material. 

Some of the earliest English chinaware bore a close resemblance to French porcelain, and 
Was only when Spode, about the year iSoo, abandoned the use of class that true English china 

was manufactured. t 6 


At one time or another almost every variety of porcelain has been manufactured 
III England, but what must be regarded as true English chinaware is made, as 
stated above, of china clay, Cornish stone and hone ash. 

A typical glaze for such English or bone china is made of— 
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Frit. 

China clay 

. 12 parts. 

Frit - 

Glaze. 

65 pans. 

Quartz nr flint ■ 

15 .. 

Cornish stone 


11 M 

Cornish stone - 

» „ 

Flint • 


It 1 . 

Chalk or whiting 

- iS „ 

White lead 


13 .. 

Borax • 

- 35 .. 




From this it will be observed that the glaze on English chinaware bears a very 
close resemblance to that used for the finest English earthenware. It differs less 
from the composition of the body, but the presence of lead, borax, and whiting 
have so great an influence that it is difficult to find any resemblance between the 
composition of the French and English glazes, and those used on the hard 
porcelains of the Continent and the East. 

It is, ill fact, largely owing to this difference in the composition and behaviour of the glare that 
English and French porcelains possess so few of those special characteristics which render hard 
porcelains so valuable both ccsthetically and for scientific and other purposes. The glaze on a 
hard porcelain so closely resembles the more fusible portions of the body to which it is attached 
that it has been aptly compared by W. Burton to the skin of the human body ; the same writer 
comparing the glaze of French and English porcelain to a tight-fitting garment of an entirely 
different composition from the body which it clothes, or to a varnish covering applied to an 
article. 

Parian ware is an unglazcd porcelain which is admirably suited to the 
production of statuary. It has, however, also been glazed with a mixture similar 
to that used for earthenware or bone china, and then used with great success in 
the manufacture of table ware and vases. Beleek porcelain— the only porcelain 
made on a commercial scale in Ireland — is a glazed Parian ware. 

•According to W. Burton, glazed Parian ware corresponds exactly to tlie so called Chinese 
soft paste porcelain, for which fabulous prices were at one time paid. 

Parian body should be made of the same material as true porcelain, though 
the proportion of felspathic material is much higher. 

A widely used recipe recommends — China clay, i j^rt ; felspar, 2 pans. 

This is much more fusible than true hard paste |>orcelajn. Some makers use the foregoing 
with an equal weight of white sand, and other potters have used gliss and other fluxes in ihc 
manufacture of Parian ware. In one firm, the Parian body consisted of equal weights of hard paste 
and glaze. Great care is, however, re<iuir€d in the use of fluxes, or the ware will have an 
unpleasiint greasy appearance, due to the excessive vitrification. 

Like other porcelains, Parian body has so little plasticity that it is difficult to 
manipulate, and the best results are most readily obtained by casting (p. 172). 

The shape of the articles must l>e within certain limits; some projections may be suppuruil 
by pieces of raw body in the kiln, but this is always difticult in the case of the extended legs of 
prancing horses and of other figures with projecting parts. 

Chinese and Japanese porcelain wares are frequently made of naturally 
occurring mixtures. Thus the Japanese Imari ware is made of a material contain 
ing 49 per cent, clay substance, t4 per cent, quartz and 37 per cent, felspar. 

The ancient Chinese were, however, well acquainted with the use of felspathic material as a 
means of adjusting the comp<jsilion of their raw material, and termed the latter Kao lin and i!i<; 
former pe-lun-lse. The l>est examples of Chinese porcelain are of the hard paste or true porcelnin 
type already described. 


PROCESSES OF MANUFACTURE 

Preparation of Porcelain Bodies.— The mixing of the various ingredients 
composing the porcelain bodies is effected in a manner very similar to that used in 
earthenware (p. i66), and consists essentially in reducing the various materials into 
the state of a fine powder, suspending them in water in the form of a slip or cream, 
mixing the various slips thoroughly together in the desired proportions, and then 
removing the surplus water by means of a filler press. 

On the Continent, the fthcr-cakes are stored in cool cellars for much longer periods ihan is 
usual in this country, this storage being intended to develop as much plasticity as possible. 
the cakes are ready for use they are passed through a kneading machine or mixer. Magnets lot 
removing adventitious particles of iron are also employed (p. i6o). 
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It is necessarj; that the material used for the manufacture of each kind of porcelain should be 
mixed in the requisite proportions and with the necessary thoroughness, as, otherwise the shrinhaue 
in drying and hurning will he excessive or irregular, and the ware will not have’the Drooerties 
characteristic of good porcelain. 

The methods of producing articles from porcelain paste vary considerably in 
different countries, but they are usually modifications of those previously described 
in connection with earthenware (p. 169), and comprise moulding or pressing by 
hand in plaster inoulds, throwing or shaping on a potter’s wheel, and casting 
or pouring a slip into a porous mould. ° 

As porcelain bodies are usually deficient in plasticity, and the demand for thin, translucent 
pieces is very large, they are difficult to throw or mould, so that casting is the most suitable process 
where a sufficient number of articles is required. Additional parts, such as handles, are attached in 
the .same way as to rarthenware (p, 172). The liodies nseil in the production of French or glassy 
porcelain are exceptionally difficult to shape on account of their lack of plasticity, and this coupled 
with the hazard and uncertainty of the effects of heating in the oven or kiln, has prevented this 
class of porcelain from becoming commercially profitahle. 

In order to obtain very lliin ware without casting, the ancient Chinese were compelled to throw 
the vessels much thicker than was required, and subsequently to scrape them down to the requited 
thinne.s.s. ^ 

Variations in minor details naturally occur in different works and at different periods, but these 
arc beyond the scope of the present book. Tliete Is a general inclination to use lalxiur saving 
machinery, and to limit the number of shapes made. * 

When a porcelain vessel has been produced by any of the foregoing methods it 
may be decorated by modelling or carving as desired, and any inaccuracies in shape 
may be remedied. 

It is precisely at tliis stage of the manufacture that the individuality of the potter is revealed, 
though under the conditions prevalent in many modern factories much individuality is prohibited. 

The ware is next allowed to dry slowly, without cracking or warping, after which 
it is sent to the biscuit oven to be fired for the first time. 

The objwt of the first firing is to harden the body of the ware and to facilitate 
the application of the glaze. This is accomplished, in the case of the Japanese, 
French, and German hard porcelains, at a temperature of 6oo°-7oo° C. ; the 
Copenhagen porcelain is first fired at 950° C. 

It is not intended lo produce any other effect than those ntentioned, as the iiest porcelains are 
tlifise in which the changes effected liy heat in lioth Imdy and glaze occur simultaneously, the final 
temperature, which is between 1,200' ('. and 1,500’' C.,’ having similar influence on both liody 
and glaze. The Chinc.se have long liceit well aware ol this fact, and most of their porcelain is 
glazed previous to its being tired, tiiough some colouis obtained by them could only have been 
produced by firing the unglazed ware (biscuit) to a very high temperature, and then using a mote 
readily fusilile glaze. 


The glassy porcelains are fired to a temperature of i,ioo'-r,t5o“ C. before 
glazing, and English chinaware (bone china) to about 1,250° C., but in both 
these classes of porcelain the glaze is fired at a lower temperature than the unglazed 
body— usually below 1,100° C. 

In other words, ihe properties of the body in glassy porcelain, tione china, and glazed Parian 

developed In the first firing, and the glaze forms an outer covering of an 
entirely different nature. » b s 


rite temperature of the kiln or oven must be raised very slowly and cautiously 
-even more so than for earthenware (p. 177). .At 5oo°-6oo° C., when the 
cay begins to decompose, the heating must also be very cautiously managed; 
ra^d* * 5 °° C. has been reached, however, the rise may be more 

rec' ' finishing temperature is approached the greatest possible care is 

warp't ’ * slightly excessive temperature will cause a large quantity of the 

maint° ^ over-heating. To obtain the best results, the ware must be 

of th almost constant temperature for some time towards the close 


otherw'' ^ decorated 

“ttewise It IS ready for glazing. 


“undei^laie” it is taken, after the first firing, to the decorators; 
For information on decorating see p. iS8. 


‘ See footnote on p. i88. 
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The atmosphere should usually be reducing, so as to prevent the discoloration 
of the ware by any iron compounds which may be present. 

The burned ware is sorted carefully, the proportion of damaged and useless 
raateriaf being large, except in the most carefully managed works. 

On burning, the felspalhic material melts first, and the molten jwrtion then attacks the other 
constituents, forming less fusible substances. As the temperature ri.ses, more fusion occurs and 
a point would, in lime, be reache<l at which there would be so mucli fused material tliat the 
articles would begin to collapse. Firing is stopped just before this stage is reached, so that thin 
sections of hard porcelain, when viewed under a microscope, are seen to consist of particles of 
calcined cl.Ty united together by means of a glassy sul>stance. Miiuite needle-shaped crystals of 
sillimanite (AbO^SiOo) are formetl at a tenki^emture of almut 1,200“ C., and are a characleri.stic 
constituent of hard porcelains. 

The application of the glaze to porcelain is usually effected by dipping the 
once-fired article in a suitable slip or slurry, as in the glazing of earthenware (p. 179). 

The Chinese preferred sprinkling the Ixxly with the gla/.e-slip, and obtained some of their fine.st 
effects in this manner, though with infinite tal)our and unparalleled dexterity and skill. A modifica- 
tion of the Chinese method of spraying is now userl in Europe for prorhu ing certain colour effects, 
a special form of aerograph being employed for this purpose. 

Where dipping is impracticable the glaze is painted on with a brush, some 
eight or ten coats being usually needed. As each coat must be allowed to dry 
before the next is applied this operation occupies a considerable time, and docs 
not yield so even a coating as that on articles which have been dipped. 

\ perfect glaze adheres tightly and uniformly to the body ; it has the same coefficient of expanbion 
as the body, and .shows no lare cracks or flakes. The glaze mu.st not fuse loi» readily, or it will 
collect in drops instead of being uniformly distributed. The neceKSiiry conditions are best fulfilled 
when the glaze i.s not too low in alumina, as glazes which are frtc from alumina adhere Ixidlv 
to porcelain. 

The gUze must l>c glossy, it mu.st l)c completely fusctl whilst in tlie kiln, or when ccK)le(i mii.bi 
be transparent, free from bubbles and spots, and so hard that it is not .scratched by steel. Porcelain 
owes most of its Iwaiity, gloss, and cleanliness in use to its glaze, and to the great bimilarily between 
the glaze and the l>ody. These characteristics can only lie obtained in the most complete muniier 
by the use of specially selected materials, and by firing l>olh bo<ly and glaze at a much higher 
temperature than is u.sed for earthenware. 

When the coating of glaze is quite dry it is carefully rubbed, so as to remow 
any inequalities, and the ware taken to the placers, who fix it carefully and 
skilfully in saggers (p. rjy) by means of suitable supports, so that none of the 
glaze is removed and the glazed parts are kept as free as possible from contact 
with other surfaces. The saggers, after being filled, are piled one above another 
In the oven. 

The temperature to which the glaze must be fired depends, as already explained, 
on the nature of the porcelain. For hard porcelains it is the same as that of the 
body — about i,2oo’-i,5oo’ C— but for chinaware and French porcelain it is 
much lower— about i,o5o”-i,ioo’ C.' 

The time required for firing in the glost kiln is naturally much less than if 
the ware had not been previously heated. Ev.||| with the hardest porcelains it 
seldom exceeds forty hours, and a much shorter time is usually sufficient.- 

Decoration. — The colours used in the decoration of porcelain are similar to 
those used for earthenware (p. 179), but for underglaze porcelain the range of 
colours is severely limited by the high temperature at which the ware is fired. 

The best underglaze colours used for prcelain are cobalt oxide for blues, 


^ The reason for the great variation in the hnishing temperature stated for hard porcelain is 
to be found in the composition of these materials. For most hard paste porcelains the temperatiire 
in the glost oven does not exceed 1 ,250“ C., but several Continental works insist that they invariably 
finish at Seger cone 18 (1,500° C.h 

’ The kilns or ovens uid ate similar to those described for burning earthenware (p. 1 76 ), thooglj 
small variation in the efibtls made to enable the higher temperature to be more readily reached 
are the cause of the ovens in different works being distinct in several important details. These 
are, however, matters for the manufacturer and expert rather than for those for whom the present 
volume is intended. 
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chromium oxide for greens, uranium oxide for black and yellows, copper for red, 
and platinutfl, vanadium, and titanium for other colours. These various oxides 
are applied in the form of a thick fluid made by mixing them with tutpeiitine, 
or they may be added to the glaze in the proportion of 2-5 per cent, of the latter. 

If ihe oxide is precipitated along with alumina, and the product thus obtained is used as a 
colour, the tints producca are entirely different from those obtained by the direct use of the oxide. 

It is not usual to add colouring metallic compounds in the form of a solution, though there are 
some advantages in this form. Solutions of cobalt, chloride, and nitrate in water are occasionally 
empliiYed ; they are added to the glare or to the body, but are of greater value in neutralising an 
undesirable yellow tint than as direct pigments. In underglaze colours it is difficult to get 
graduated tints, as the biscuit absorbs ihe colour so rapiilly. 

This may largely be overcome by the use ofaerr^raphs (described on p. i88). 

The overglaze or muffle colours used on porcelain can be fired at temperatures 
lo suit the lint required, and as they are quite independent of the ware a very wide 
range of colours is possible. These overglaze colours are usually prepared by 
fusing the colouring metallic o.vide with a flux, such as a mixture of 6 parts of red 
lead, 2 parts of quartz, and t part of borax. The fused mass is ground to a fine 
powder, mixed with fat, oil of turpentine, and then painted on the glazed porcelain. 

The chief colouring oxides arc similar to those used for earthenware, and include 
Blue over^laze—l part cobalt oxide, 2 parts zinc carbonate, and 5 parts of flux. Other cobalt 
mixtures are also used. 

Green ov«rglaze—c^to\mnm or copper oxide. 

Yellow over^liize—\ti^ antimoniale, titanium oxide, uranium oxide. 

iron oxide or hydroxide prepared in various ways. 

Carmine purple of Cassius, i.z., metallic gold precipitated on tin oxide or alumina. 

Pink chroniiuin oxide precipitated on tin oxide or alumina. 

Park brown manganese oxide. 

Black uranium oxide or metallic iridium. 

While over^laze—\.\x\ oxide. 

Silver overglaze^^ mixture of gold and platinum. Metallic silver cannot be used. 

Gold (as in gilding] may be produced by two methods: (<t) A mixture of powdered metallic 
gold, bismuth oxide, and oil is rubl)ed into a thin paste, and is applied to the ware with a brush. 
After burning, the gold is dull, but becomes glossy if rublrcd with a burnishing tool, (i) A cheaper 
method consists in preparing a 15 per cent, solution of gold in a sulphurous oil (gold balsam). 
This material produces a bright gold when burned, and therefore requires no burnisliiiig. 

The burning of overglaze colours is effected in muffle ovens or small tunnel 
kilns (p. 181). The goods are carefully watched, and the heating is stopped or the 
.^oods are removed as soon as the glaze is sufficiently fused. 

Excessive fusion must be avoided or the colours will run into each oilier. The temperature 
reached is between 800'’ and r,ooo*C, but must be suited lo ibe particular colours in the oven. 
\Vhere several colours requiring different len>peraturer> are used in the same piece of ware, it will be 
nccc.ssary to apply colours one at a lime in the order of their ability lo resist high temperatures, the 
most refractory being applied lirst. Some pieces of ware must be fire<l six or more times. 

Crackled ware is a variety of porcelain in which the surface of the glaze is 
traversed by innumerable small hair like cracks. This is due to the glaze having 
a coefficient of expansion higher than that of the body ; ordinarily it is regarded as 
^ defect and is then termed crazing^ but when effected purposely— as in Chinese 
crackle ware — it is usually produced by means of a calcareous slip applied between 
the body and the glaze, or by replacing some of the lime in the glaze by an alkali 
and reducing the proportion of alumina. 

Crystalline g'lazeSi known to the ancient Japanese, were first introduced into 
Europe (at Sevres) in 1850. Since then they have become increasingly popular, 
especially those in which the surface of the ware is so completely covered with 
uimute crystals as to present a nmtt appearance. Larger isolated crystals are more 
difficult to control, but sometimes produce very beautiful effects. 

The crystals are clue to the glaze t>«ing supersaturated with one or more o.xides which form 
eacliiy ctystallisable silicates— line and luanium oxides being the most used, Molybdenum, 
^t^gsten, vanadium, uranium, copper, manganese, and chromium compounds also assist in the 
thiT'^^^‘ 1 !' of crystals if the glaze is, otherwise, suitable. The coating of glaze must be rather 
. ffian usual, and it U not unusual lo apply a highly siliceous glaze containing the special 
tW ^ has been covered with the ordinary glaze. If colouring oxides are present 

■crystals sometimes exercise a selective action, and prwuce very beautiful colour effects. 
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Mall glazes may also be produced by adding a body to tbe glaze — equal 
volumes of each being frequently used. 

Flowing glazes consist of one or more coloured glazes which are applied to 
the unfired surface of other glazes of a slightly less fusible nature. On firing, the 
uppermost glaze sinks partially into and flows partly over the underglaze, and 
produces characteristic and beautiful blendings of colour. 

The best results are obtained wiih a copper or manganese glaze on a black background, or with 
a cobalt oxide glaze on a yellow or red glaze. 

The term flowing glaze** is also applied to the eflect produced by chloride of lime placed 
near to the glazed surfecc in the oven. Volatilisation occurs and a “ blush '* efl'cet is produced. As 
the result is difficult to control it is better to produce the same effect by spraying the colour on to 
the ware. 

Rouge flambd is a bright red glaze produced by the action of reducing gases 
on a glaze containing copper oxide. 

It was known to the ancient Chinese, but its production on hard European porcelains is a 
relatively recent discovery. 

Lustre glazes are characterised by the beautiful sheen and iridescence which 
they exhibit. These effects are largely due to momentary changes in the 
atmosphere of the kiln. 

At one time, potters depended almost entirely on accidental variations in the firing to produce 
lustrous glazes, but it is now possible to make them in a reasonably reliable manner. The work is 
one requiring exceptional skill, as the metallic films producing the lustre are extremely thin, anti 
it is very difficult to get them reduced so as to give a pleasing effect. Some firms have been 
particularly successful with this kind of ware. 
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M. Maurice Picard.— “La fabrication des Uento Aitificielles Minwales.” Bull Soc. 
dEncouragemut pour Vindusirie NationaU^ 191 j, 119, p. 523. 

History.— Pierre Fauchard <1728) su|^ted ihc ase of enamel. Duchateau {1774) used 
porcelain instead of ivory. Later de ^aumaat su^ested the addition of pipeclay to the 
porcelain, brought the industry to England, and in 1791 patented bis process. In 1^8 Fouzi of 
Paris used platinum pins for fixing the teeth to the artificial plates. M. Planton in 1817 manu- 
factured artificial teeth in. America. England ami America at present predominate in this 
manufacture. 

Manufacture.— Felspar and silica are ground to an impalpable powder, 
together with a certain amount of kaolin. The mi,\ture is made into a thick paste, 
and is tinted a variety of colours by means of titanium oxide or by the use 
of salts of cobalt, uranium, manganese, etc. The paste is ne.xt pressed into moulds 
in which are inserted platinum pins. The teeth are then burned in saggers until 
well vitrified, a temperature of about 480“ C being required. They are then 
covered with an enamel made of the .same materials as the body of the tooth, 
but mixed in slightly different proportions. 

The composition of artificial teeth is that of a hard paste porcelain and they 
are manufactured in the same manner as the hard paste |)orcelains described 
on p, 186. 

In order to secure a satisfactory match with a |)atient's natural teeth, the dentist 
sometimes applies a small additional quantity of glaze of a suitable lint to the front 
of the teeth and refires them in a special muffle. 
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STONEWARE AND SANITARY 
WARE 
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A very complete list of books and technical journals dealing with the manufacture of stoneware 
and sanitary ware is published in the following works 

A. B. Searle. — “ The Claywoiker’s Handbook.” London, 1906, 1911. 

M. Solon.— “C eramic Literature.” London, 1910. 

The term stoneware should strictly be confined to pottery whose chief character- 
istic is an opaque vitrified and an almost impervious body, hut many articles 
described as stoneware have a porous body, and to some impermeable ware (such 
as porcelain) the term stoneware is never applied. Stoneware is, however, dis- 
tinguished from porcelain by its opacity, i.e.y its lack of iranslucency, and from 
terra-cotta, earthenware and faience by its almost impermeable body. Good 
stoneware should “ring” when struck; it should be too hard to be scratched by 
steel and should be highly resistant to acids. 

The finer varieties of stoneware have long been extensively used as pottery— as in the ware 
mat e by the Brothers filers, John Dwi^l, Ji»si3h Wedgwood, .and Doultoii & Co. For sanitary 
appliances, including drain-pipe.s, and for vessels resiMant to acid used in v.'irioiis trades and 
c emical manufactures, a somewhat coarser stoneware is employed. The rougliest kind of stoneware 
^aae is that used for paving .stables and other areas where impervious blocks or tiles are required, 
ome years ago, when the demand for sanitary articles made of stoneware was much greater than 
. 5 ®°PP7> R large number of firms used fire-clay for the manufacture of these goals, and placed 
body covered with a resistant glaze on the market as “stoneware.” Hence 
ua meaning of the term and a certain amount of confusion as to its true nature. 

aff *^^*^^* making sanitary ware is to produce an article which will 

ora no resting-placeTfor germs, or from which germs can be readily removed. 

t«xLure^nfa^u Surface remains whole and the article is completely cover^ thereby, the 

used rat^A minor iq^rtance. Unfortunately, however, sanitary appliances are often 

remove paiticularly liable to accidental blows which are .■strong enough to 

portions lL* to expose the body Iwnealh ; it is then impossible to keep such exposed 

ystenically clean unless the body is impervious to water and other fluids w’ith which it is 
VOL. n.— 13 
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likely to come into contact. A porous body will absorb undesirable fluids and may become a serious 
menace to health, and for these reasons the demand for impervious stoneware for sanitary appliances 
tends to become stricter than it was some years ago. The present tendency is to specify ware with 
an impervious body for all better-class work, leaving the ware with a porous body for instances 
in which cheapness is considered to be of great importance. In examining samples of stoneware 
as to its suitability for a given purpose it is, therefore, essential to consider the effect if a piece of 
the glazed surface were to be accidentally removed. It is, in fact, the slight damage to ware which 
must necessarily occur in its use which determines the necessity or otherwise of an impervious body. 

Fine stonewarCj used for domestic pottery, vases, etc., is really a variety 
of porcelain which is more fusible and less translucent than what is commonly 
understood by porcelain. This finer stoneware is made by mixing ball clay, china 
clay and flint, with about an equal weight of Cornish stone, the ball clay being 
used to produce a highly plastic mass. 

If the colour of ihe body is unimportant the whole of the china clay may be replaced by ball 
clay. In Wedgwood’s Jasper stoneware a large proportion of barium carbonate was used in place 
of most of the Cornish stone just mentioned. The colour of stoneware may be due to impurities 
in the clay, or to cobalt or other oxides added to the body. 

The great plasticity of stoneware enables it to be used in the production of 
many designs for which porcelain is entirely unsuitable ; and the fine lexture and 



Fig. i. — Sections of Muffle Kiln. 


close compact body possessed by fine stoneware has rendered it invaluable in the 
manufacture of pottery in which a sharply defined and complex design is required. 
The texture and appearance of stoneware is such as to make this material more 
suitable for relief designs and decorative shaping, but some very beautiful colour 
effects can also be obtaii^ed. The si/.e of the articles is usually limited by the 
tendency of the vitrifiable body to twist in the kiln, yet notwithstanding this 
limitation some very large articles have been successfully made in stoneware. 

Fine stoneware is prepared, shaped, glazed, and burned in a manner so similar t6 that ol 
earthenware (p. 169) that no further description is needed here. Where the ware will the 
high temperature necessary, the use of a leadlcss glaze (including salt glaze, p. 197) is advantageou";. 
Much fine stoneware is, however, unglazed, as the slight glaze formed on the surface l>y die 
vitrification of the body is suffleient for most purposes. 

The greatest difficulty in manufacture is in ihe firing; if under-heated, the ware will have a 
porous bMy, but if over heate*! it will twist or otherwise lose its .shape. 

Sanitary Ware.— As already explained, much of the sanitary ware now on 
the market, and in use in Great Britain, consists of a fire-clay or similar [wrous 
body covered with a leadless glaze. On the Continent, and to an increasing extent 
in this country, the use of a true stoneware is preferred. 

The clay is crushed, mixed with water to form a soft paste, and is then moulW 
in plaster moulds, the work being done almost exclusively by hand. On reniow 
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from the moulds, the surface is smoothed with wooden and steel tools, any 
supplementary parts are fastened on by means of clay paste, and the goods are 
set aside to dry. 

Some makers burn them In this state and apply the glaze to the once-burned goods, but others 
apply the glaze to the unfired articles. There is much to be said for and against each of these 
methods ; in some cases the first is preferable, and in others the second one is advisable. 

The glaze is usually leadless, and may be (a) salt glaze, or (/;) composite glaze. 

A salt glaze is not applied directly to the goods, but is formed by throwing salt 
into the kiln towards the end of the firing (see p. 196). 

Salt glazing usnally produces dark brown ware. It requires a temperature of at least 1 , 100“ C. 

A composite glaze is applied directly to the goods, either by dipping them 
into it, or by painting, pouring or spraying it upon them. 

There are marry suitable glazes ; one which is largely used consists of — 

Cornish stone - - -3 parts. Whiting - . . . i part. 

Felspar- - • - l part. . Flint - ■ - t ,, 

When such a composite glaze is applied direct to stoneware the colour of the 
finished ware is commonly termed “cane,” but in order to produce an agreeable 
tint it is usually necessary to add a little iron or manganese oxide to the glaze. 

If white ware is required on a stoneware body, an intermediate slip or 
engobe is used between the stoneware and the glaze. This engobe is composed of 
white-burning clays, with sufficient Cornish stone or felspar to enable it to adhere 
properly. The white engobe efleclually covers the coloured stoneware, and makes 
the article appear as if made of white clay. 

Tlie use of engohes is accompanied by a number of difficulties, the chief of which are an 
irregular appe-arance of the surface qttd a tendency to peel or adhere badly. To avoid these, some 
firms of sanitary ware manufacturers add tin oxide to an otherwise transparent glaze, such as that 
mentioned on the previous page. By this me.ins they produce a white opaque glaze, which serves 
the tame purpose as an engolw and transparent glaze, with the advantage of better adhesion and 
appearance, and, in some casc-s, a lower cost of prortuclion. 

Much attention has been paid to the production of sanitary ware by machinery, 
but with only a very limited amount of success. The articles made are so large 
that it is difficult to deal with them mechanically, and the variations in design, 
coupled with the enormous cost of such powerful presses, is against their 
extensive use. 

A method of casting large pieces of sanitary and other ware which has rapidly 
.sprung into favour (Weber’s German Patent, 158,496) consists in the addition of a 
suitable alkali to the clay, agitating it mechanically with sufficient water to form a 
fluid slip, and then allowing this mixture to flow into a mopld (see Casting, 
p. 172). By the use of a very small quantity— a fraction of i per cent.— of a suitable 
alkali (or baryta) a mixture of clay with a considerable quantity of grog ' can be cast 
into vessels balf-an-inch or more in thickness. 

The use ol alkali, including the use of bazyia, for faciVnating casling is very old, but its special 
adaptation to targe vessels, and especially in connection with mixtures cmrtainirrg a large proportion 
^•krog, is the subject of the patent try Weber rrrentioned above. 

Chemical and culinary stoneware is that used in the manufacture of 
acids and other chemicals, and for the- preparation of food, etc. Its chief property 
IS Its ability to resist corrosion by chemicals, and to stand comparatively sudden 
changes in temperature. It is usually made of a natural clay without admixture, 
certain Dorset and Devonian ball clays being particularly suitable for the purpose. 
Hit; clay must be carefully selected and prepared so that the ware may be uniformly 
vitrified. Where a suitable natural clay cannot be obtained, a more refractory clay 
IS mixed with felspar, Cornish stone or other suitable flux. 

The preparation of the clay is similar to that for bricks and tiles (p. 203), the 
material being crushed (if necessary), and mixed with water so as to form as uniform 

’ Grog is clay which has been calcineU ami then crushed to a coarse powder. 
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a paste as possible. It is pressed by hand into piaster moulds, or it may be worked 
on the potter’s wheel if the shape of the ware permits. Great care is requited to 
ensure the various joints being properly made, as some of the vessels made of this 
kind of stoneware are very complex in shape. Taps made of this material require 
special care in order that the parts may fit accurately. 

AUhoogh properly made chemical stoneware is sufficiently impervious without any glaze, the 
cost of glazing is not great, and it gives a better appearance to the ware, It is effected ty throwing 
salt into the kiln towards the conclusion of the healing. The salt is decomposed, and combines 
with the alumina and silica of the w are, forming a hard and impervious glaze. 

This ware is usually dark brown in colour owing to the iron compounds present in the clay. . 

Various kinds of kilns are used, but those of the rectangular or down-draught type (p. 215) are 
considered to be the best. 

Drain-pipes are used for the transmission of water and other fluids. In 
agricultural districts the ones used for land drainage are short pipes of porous clay 
placed several feet below the surface of the ground, but in towns the term “ drain- 
pipe” usually refers to glazed pipes. The best glazed drain-pipes are made 
of vitrifiable clay or of a mixture of fire-clay and Cornish stone or other felspathic 
material, but a large number of such pipes are in use which have a porous body, 
and are made from a clay which has not been heated to vitrification. 

If a true stoneware pipe (1.^., one with an impermeable body) has the glaze removed from pan 
of its surface, it is still as sound as before, but pipes with a permeable body readily “seep” or leak 
if damaged in this manner. Sanitary engineers are becoming increasingly stringent in their demands 
for pipes which will stand water under great pressure ; it is not unusual to specify that each pipe 
must be tested by means of water at 100 lbs. per square inch pressure. 

A vitrified body is invaluable when such tests are to lit made, though many pipes with a porous 
body will, if properly glazed, stand this severe test very well. 

Glazed pipes are usually made by crushing the clay or other materials to powder, 
mixing with water to form a stiff paste (see Bricks, p. 204), and then passing this 
paste into a pipe press. This press consists of a strongly built vertical cylinder, at 
the lower end or mouth of which is placed a steel core of the same diameter as the 
inside of the pipe. Into the cylinder a large piston is fitted, and this is forced 
downwards by the direct action of steam from a boiler. 'Ihe cylinder is filled vviih 
clay paste, which is forced downwards by the piston, and emerges through the 
mouth of the machine in the form of a pipe. The socket end is moulded by an 
accessory fitting at the same time as the pipe is being made. The pipe, as it 
emerges, is received on a table placed immediately below the press, and when a 
sufficient length of pipe is extruded it is cut off with a stretched wire. The pipe is 
then removed, and the machine is ready to make another. Whilst one man is 
attending to the machine another is employed “fettling" the pipes, straightening 
any that are misshapen, and removing any inequalities in the surface. This is done 
in a special form of lathe termed a “fettler.” 

Various other types of pipe pres-ses are in use, particularly for small pipes. The (alter are fre- 
quently made in a brick m.achine of the “ expression " type (p. 208), which has lieen filled with a 
special mouthpiece. In this machine two or more pipes may l« producetl simultaneously. 

Pipes of special shape, such as ell»ow.s, junctions, etc., arc made by hand moulihng or by cutting 
two or more pipes and fitting them together. 

The pipes are dried carefully on floors heated by steam (p. 212), and are placed 
in round down draught kilns (p. 215) to be burned. In these kilns, the pipes are 
stacked vertically one above the other, the smaller ones being placed inside the 
larger pipes so as to save space. Some skill is required in arranging the pipes so 
that the kiln gases can reach inside them, as otherwise they will not be properly 
glazed. 

The earlier stages of the burning are similar to those in burning bricks (p. 2 
or earthenware (p. 177), hut the Salt glazing is quite different. As soon as the 
pipes are sufficiently heated, the burner sees that his fires are burning brightly ; he 
then lowers the damper, so as to reduce the draught in the kiln, and into the back 
of each fireplace he throws a shovelful of wet salt. The salt begins to decrepiiale 
or jump about inside the kiln, and as soon as it comes into contact with silica of 
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clay a combination of the sodium of the salt with the silica and alumina of the 
clay occurs, and a glaze is formed with evolution of hydrochloric acid fumes. The 
intense reaction which ensues causes a rapid drop in the temperature of the kiln, 
which must, therefore, be reheated in order that a uniform coating of glaze may 
be produced. It is usually necessary to treat the goods a second or even a 
third time with . salt, the temperature of the kiln being raised between each 
salting. 

If, during the salting, the kiin is heated under reducing conditions, the pipes will be darker in 
colour than if oxidising conditions prevailed throughout. The quantity of salt used varies with the 
arrangement of the goods, but averages about i oz. for each cubic foot of kiln space. It is important 
to observe that, for the production of a good salt glaze, the ware must be sufficiently siliceous and 
refractory; highly aluminous ware will not gla/.e well in this mannet, and unless the ware is 
sufficiently refractory to stand prolonged heating at t, too" C. or above, it is extremely difficult to 
obtain a good salt glaze. 

Glazed pipes are tested by plugging each end and pumping in water until the 
desired pressure is reached inside the pipe. 

The pressure should be applied steadily, and chould be maintained for at least an hour. Some 
engineers specify that the test must l)e made on several pipes joined tc^ether, and that the pressure 
must 1)6 maintained for twelve hours. Tests in which the pressure Ls increased until the pipe bursts 
are of little value ; wliat is nee<lcd is a lest which will show that the pipes are strong enough to resist 
any pressure to which they are likely to l>e subjected. 

Paving blocks and tiles are used far less extensively in Great Britain than 
in America. This is partly due to the accessibility of suitable stone at prices 
which compare favourably with other road materials, especially when durability is 
considered. 

It has U’cn proved by numerous “lest roads” that properly made paving bricks are the most 
ilurable of any material except Aberdeen granite, and that they are far superior in this respect to 
niacadamised roads. The relatively small extent to which they are used is due more to lack of 
iiiilialivc than to any inherent disadvantages. 

For stable yards and other floors which r^uire frc<juent washing, paving bricks form a durable 
material which is easily kept clean, and they are largely used for this purpose. 

Paving tiles and bricks must be sufficienlly hard to resist the abrasive action of 
traffic passing over them. 'Phey should be made of clays which vitrify readily and 
uniformly, as well vitrified clays form the strongest of all artificial stones. 

Suitable clays occur in various convenient part.sof Great Britain— particularly in Staffordshire 
and South Yorkshire— so that the Continental practice of adding a flux loa refractory clay is seldom, 
if ever, used in this country. 

As the chief flux in the best clays used for paving bricks is ferrous oxide, it is 
necessary to fire the kiln under reducing conditions. All vitrifiablc clays rich in iron 
compounds become more fusible when the iron is reduced to the ferrous state than 
when it remains as ferric oxide. 

In all stoneware, but particularly in {xiving bricks and tiles, it is essential that 
ihe material should have a long range of vitrification. In other words, a con- 
siderable time must elapse between the commencement of vitrification and the 
point at which the goods begin to lose their shape. 

Fotash, soda and lime are unsuitable fluxes as they cause a collapse too soon after the com- 
mencement of vitrification, whereas with magnesia and iron oxides the interval i.s much longer, 
and the pores in the goods may be completely filled with molten material without serious loss of 
shape occurring, providing that the temperature docs not ri^ too rapidly. It is impossible to state 

definite limits for these constituents, but a maximum of 2 per cent, of alkalis will generally 
jound satisfactory. The iron present may amount to as much as 15 per cent., and should not be 
■^low 5 per cent., expressed as ferric oxide. 

I'he quality of the goods will depend on the texture and composition of the clay 
and on the skill with which they have been burned. It is essential that a 
sufficient proportion of coarse, refractory material should be present in order to 
ufui a support or skeleton for the fused material. If this refractory constituent is 
^ spoiled by being ground too fine, the range of vitrification 

wll be shortened, and the goods will collapse and twist. 
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In the best vitrifiable clays this refractory portion is usually in the form of Relatively coarse 
grains of silica ; to others a suitable proportion of crushed fire-bricks may be added. If the refractory 
particles are too large they will prevent the material being properly vitrified, and it is therefore 
necessary to test very carefully any fresh clays which it is proposed to use for the manufacture of 
vitrified bricks, blocks, or tiles. 

The colour of paving bricks and tiles may be pale yellow, as some of the 
Bytbam bricks, but more frequently they are a bluish grey. “ Staffordshire blue 
bricks” are typical vitrified bricks, though they are not— unless specially prepared— 
particularly suitable for paving purposes ; with a little modification, however, paving 
bricks and tiles of the best quality can be made from the same material. 

The “blue*’ colour is due to the reduced Iron compounds combining with the alumina and 
silica in the clay, but Us intensity is sometimes increased by the simultaneous deposition of carbon 
in the pores of the material. 

Testing.— Paving blocks and tiles may be tested for porosity bjfc weighing 
them, immersing them in water for some hours, wiping the surplus water rapidly 
from the surface, and re*welghing- The increase in weight will be due to the 
water absorbed by the pores, and may- be expressed as a percentage of the weight 
of the original article, or preferably in terms of a percentage by volume. 

WcU-madc goods for paving should not show a greater absorption than i per cent, of their 
weight, and, preferably, the amount of water al)Sorbed should ite less than Ihi?. This porosity test 
is only of indirect value as serving to distinguish uon-porous from porous articles. 

For testing the durability of the brick paving tiles in use, various methods have 
been suggested, though none of them are completely satisfactory. 

In the United Slates— where many miles of brick-paved roads are in existence— the standard 
test consists in weighing a number of bricks, placing them in a drum with a suilaldc weight of iron 
lalls, and rotating the drum for several hours. The bricks are then removed, fragments of less 
than 2 in. diameter arc rejected, and the remainder is weighed. The loss of weight is taken as an 
inverse measure of the value of the goods. 

Another test, largely used in Germany, consists in fixing a sample brick or tile just above a 
rotating plate containing sand. The amount of material ground away in a prearranged lime is 
considered to indicate the durability of the article tested. 

Both these tests arc quite empirical, and their results are of only limited value. 
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The literature relating to the manufacture of bricks is very extensive— though much 
of it has only become available during the last few years— and the various 
machines and processes employed are now so numerous that they cannot be 
described within the space available in the present volume. 

Briefly, there are six chief groups of bricks ; (<i) Building bricks, {h) engineering 
bricks, (r) refractory or fire-bricks, (rf) paving bricks, (e) glazed bricks and (/) 
lime-sand bricks. 

Building; bricks are of various shapes and sizes, the most important being 
parallelopipedons or prisms measuring about 9 in. x 4J in. x 2J or 3 in. 

Bricks used for exterior work are known as facing bricks, and must be of 
pleasing colour and accurate in size and shape. For interior work, and where 
they are covered with plaster, stucco or rough-cast, less accuracy is needed, and 
colour is of little or no importance; such bricks are known as common or 
stock bricks,' and they constitute the greater part of the bricks manufactured at 
the present time. 

For ornamental purposes, bricks of special shape are employed, for details of 
which the reader should consult works on building construction, or one of the 
treatises mentioned at the head of this section. 

Building bricks are usually of a uniform red or buff colour, but some with 
irregular markings in blue and brown are much prized for special work. Stock or 
common bricks are usually very irregular in colour, no pains being taken to secure 
uniformity. Some of the Suffolk bricks are quite white. 

' In some localities, stock bricks are considered as equivalent to facing bricks, and superior to 
eniiimon ones; in such localities they are the “selected” bricks— chosen on account of their 
superior appearance. 
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Most^ilding bricks are very porou^ and will absorb one-ienth to one-eighth of iheir weight of 
water on simple immersion, but bricks made in certain localities and by exceptionally powerful 
presses— as the Fletton bricks made by the ‘'semi-dry” process— are much less absorbent on 
account of their dense surface. Where specially light bricks aie required they are usually made 
by mixing Kieselguhr or sawdust with clay ; the sawdust burns out and leaves a very porous mass. 


The chief characteristics of building bricks are strength, colour, and accuracy 
of shape. No definite standards exist for any of these, and architects and builders 
each have their own ideas on the matter. 


In 1904 the Royal Institute of British Architects defined the standard sizi as within the 
following limits: length between in. and 9 in. Breadth between 4^'^^ in. and 45 in. 
Thickness between 2^ in. and 2^^ in. 

The method of measuring the bricks as set out in the standard is as follows ; — 

(1) The length of the bricks should be double the width, plus the thickness of one vertical 

joint. 

(2) Brickwork should measure four courses of bricks, and four joints to a foot. 

Joints should be i in, thick, and an extra 1*5, making ,"5 for the Ired joint, to cover irregu- 
larities in the bricks. This gives a standard length of 9) in. centre to centre of joints.# 

The bricks laid dry, to be measured in the following manner 

A. Eight stretchers laid square end and splay end in contact in a straight line to 

measure 72 in. 

B. Eight headers laid side by side, frr^ upwards, in a straight line to measure ,^5 in. 

C. Eight bricks, the first bricks frog downwards, and then allernalely frog to frog, and back 

to back to measure 21^ in. 

A margin of i in. less will be allowed as to A, and i in. less as to B and C. 

The standard has been agree I upon between the Royal Institute and the Institute of Clay- 
workers, and has been drafted in consultation with these bodies and with representatives of the 
Institution of Civil Engineers. 

Great variations in crushing strength are observable in bricks made in different 
parts of the country. These arc partly due to differences in the clays, partly to the 
method of manufacture, and partly to the variation of opinion as to what constitutes 
“ best quality ” bricks. 

The following uble gives some idea of the strength of some well-known bricks : — 


Crushing Strength. 
London grey stuck bricks 
Suffolk while bricks (GauU) 

Essex red sand stocks 
Leicestershire red bricks (wire cut) 

Fleiton bricks (semi-dry process) 
SlalTordslure blue bricks • 

South Yorkshire bricks (sliff-plasUc process) 
Dutch clinkers (blue bricks) 

Rubber bricks and cutters (very variable) 


Tons per 
Square Foot. 
89 

96 

*69 


250 

785 

540 

587 

70 


The strongest bricks can usually be distinguished by the clean ringing sound 
they emit when two are struck together. 

Hngineeriog bricks are made of clays which become more vitrified when 
burned than do building bricks, and are consequently stronger than more porous 
bricks. Engineering bricks are used for bridges, reservoirs, and other important 
engineering structures where great strength is required. 

They are usually blue or grey in colour, but some vitrified bricks manufactured in the Midlands 
which are excellent for engineering purposes, are primrose lint Staffordshire has long enjoyed the, 
reputation of making the best engineering bricks in the United Kingdom, but smaller quantities of 
equally good quality arc manufactured in the north. They closely resemble paving bricks (p. I97)' 

Refractory or furnace bricks are used when great resistance to heat is 
required. Their nature and manufacture are described on p. 229. 

Paving bricks are described on p. 197. 

Glazed bricks are usually made of a buff- or cream-burning refractory clay 
(fire-clay) as the application of glazes containing lead compounds to bricks is not 
wholly satisfactory, and the use of a porcelainous or felspathic glaze (p- *95) 
scarcely possible on red bricks on account of their fusibility. The method generally 
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adopted is precisely the same as for glazing sanitary ware (p. 195), the^bricks — 
either in a raw or biscuit state — being dipped in a felspathic glaze, dried, and 
burned in a kiln at a temperature between 1,200" and 1,300" C. 

There are ever-recurring attempts to purchase bricks reiwJy-made and to glaze them, but such 
attempts must usually fail for one simple reason : in all glazed brickwork sharp edges are essential, 
and the greatest pains must be taken not to have the bneks chipped or damaged previous to the 
application of the glaze. It is, therefore, imperative that they should be made ana glazed on the 
same works, as to' cart them mdiscriminaiely from one place to another would damage them 
irretrievably. 

Attempts to glaze red bricks are almost equally unsatisfactory for another reason : it is exceed- 
ingly difhcult to heat the whole of the bricks in a kiln uniformly, yet the limit of variation permitted 
by the glaze is such that it is almost impossible to obtain a sulhcienlly large proportion of well- 
glazed red bricks to make the process remunerative. With (he harder glazes used on bricks made 
of hrc-clay this diAiculty is far less serious, as the variation in temperature permitted hy the glaze is 
much greater than is the case with plumbiferous glazes. The argument that the temperature in 
potters’ ovens varies as greatly as in a brick kiln is inapplicable, as the potter is able to arrange for 
a much gre^r variety of colours than can l>e applied to bricks, and the necessity for uniformity of 
tint and tone is not so great as in the ca«c of bricks. 

Sand-lime bricks are made by healing sand mixed with a small quantity of 
freshly slaked lime in an autoclave with steam under pressure. At the temperature 
reached in the autoclave, the lime combines with a ])ortibn of the sand and forms 
a cementitious silicate which binds the j)ai tides of sand together. 

Sand-lime bricks are really a form of artificial sandstones and are referred to in the section 
on Ari^cial Stones (p. tji), being more fully described on p. 223. 

1'he raw materials used for building bricks are the various clays, marls, 
sands and shales which occur in almost every part of England and Ireland. Stone 
occurs in such accessible forms in Scotland, that bricks are only used to a limited 
extent in that country. 

Apart from the cost of preparation, almost any clay can be made into bricks, but this very 
facility constitutes a serious danger to the would-bc m.'inufacturer. Thousands of pounds have been 
lost through people with insufficient knowledge of the subject attempting to manufacture bricks 
from a material which is, in many respects, suiiable, but for which the financial conditions are 
unfavourable. For this reason a consultation with a reliable and in)p.irtial expert— one who is 
entirely free from the obligations of selling plants or kilns of a particular design— is always advisable 
and usually saves much waste of money. Many instances of this might given, but one must 
suffice : What is known as the “ London clay” is largely an excellent material for the manufacture 
of bricks and tiles provided that it is mixed with a suitable non-plastic substance, such as 
sand. Alone, the London clay is extremely difficult io use, but in those parts of the country where 
it occurs in close proximity to a suitable sand it is a valuable material. Elsewhere it is of little or 
no value, as the cost of purchasing sand and carting it to the brickworks would Ijc prohibitive. 
Failure to realise this has been the ruin of many brick manufacturers. 

The characteristics of ihe various clays used in brick-making are very briefly 
outlined in the section on Clays (p. 139), but the reader who requires further 
details should consult the literature at the head of .that section, and |)articularly 
the volume on ** British Clays, Shales, and Sands " there mentioned. 

Broadly speaking— though the special characteristics of certain earths make any general state- 
ment unsatisfactory— a material to be made into “clay” bricks should contain at least half its 
weight of true clay, the remainder being chiefly siliceous matter, so that its ultimate analysis will 
not show much less than 20 per cent of alumina, nor above 75 per cent, of silica. It i.s, however, 
possible hy the use of special processes to produce excellent bricks from alnrost pure silica, so that 
too much reliance must not be placed upon the figures given. It is only fair to remark that 
silica bricks cannot be manufactured hy the same meth^s as those used for ordinary “ clay ” 
bricks, so that the figures mentioned are sufficiently accurate for most purposes, special cases being 
decided after a separate consideration of their individual merits. 

Some clays are too rich in clay substance to be satisfactory for brick making ; 
luese must be mixed with sand or some other suitable non-plastic material. 

Very rich or “fat” clays shrink so much when made into bricks and dried that they crack and 
wist to an extent which makes their use without admixture almost impossible. 

Of the various impurities in days, the one most dreaded by the brick-maker 
limestone. These are distributed irregularly in some clays, 
when bricks are made, burned and ready for use, the lime in them absorbs 
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moisture from the air and, in many instances, will break the bricks to pieces. 
Bricks of this character may usually be recognised by the white spots distributed 
through them. 

In order to r«iK>ve the particles of limestone, various clay-cleaners have licen devised, bufelhey 
only lake out jsiirlicles of in. or more diameter, whereas paitides as small as -jV in- can do 
a large amount of damage to bricks containing them. The chief use of such clay-cleaners is, 
therefore, to remove so large a proportion of ^ne limestone that the remainder will do but little 



Fig. I. —Steam Navvy Dicing Clay. 

{By cffurUsy p/ Mifsrs Rutt^n, Proctor b^Co. Hd^ 


harm. Two other remedies for this troublesome difficulty are in use : the first consists in healing 
the bricks in the kiln to such a temperature that the lime combines with the clay and forms 
insoluble alumino-silicate, which is harmless ; the second method consists in dipping the l^ricks, 
as they come from the kiln, into water so as to quench the lime quickly before it has time to 
swell and break the bricks. There are obvious objections to both these methods, and, wherever 
possible, clays containing granular particles of limestone should be avoided. 

Chalk, on the contrarj-, is a useful constituent of some clays, and is largely 
used in the South of England in place of sand as a non-plastic diluent for the clay. 

Red bricks owe their colour to iron compounds, the precise nature of whidi 
is not well understood. The red tint is commonly stated to be due to free feme 
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oxide in the clay, but this is improbable ; if ferric oxide is the colouring agent, it 
must be produced as the result of some decom[wsition occurring in the kiln. 

The addition of ferric oxide to clays to improve Iheir colour has frequently been sii^gestett, but 
the results obtained do not usually warrant the cost ; moreover ferric oxide added in this way 
l>eliaves in a very erratic and far from satisfactory manner. 

Buff bricks are obtained by burning clays containing only a very small propor- 
tion of iron compounds, such as the fire-clays or the vitrifiable clays of Bytham. 

White bricks arc made of either natural or artificial mixtures of chalk and 
ferruginous clay ; such mixtures are termed malms or marls, and the white colour 
is due to a reaction which takes place between the iron compounds and the chalk. 
The white bricks of Suffolk are particularly well known. 

Preparation of Material.— Having obtained a suitable material, or one 
which is considered sufficiently suitable to warrant experiments on a large scale 
being carried out, the next ijueslion which ari.ses is, “ Which is the most suitable 
process for making this material into bricks?’' A full answer to this question 
involves many considerations, the most important of which can only be judged 
by an expert. Hence, in the following j)agcs no more than the barest outline 



is given of the various processes, and readers wishing for furlher information may 
consult the special books and treatises u{X)n the subject, sucli as those mentioned 
on p. 199. 

The clay for brick-making is usually quarried, but the “refuse” from coal 
mines is also used in some localities. It is seldom that clay for building bricks 
can be mined by underground methods at a remunerative rate. The clay is 
usually dug by hand labour (spade work) with the aid of blasting where the nature 
of the material permits. Where a sufficiently large quantity is needed, a steam 
navvy (Fig. i) may be employed with advantage, as when worked at its normal 
capacity it will dig clay for about one-sixth of the cost of hand labour. 

In many brickyards the clay is permeated by numerous seams or veins of 
unsuitable material, so that the digging requires skilled supervision and the use 
of a navvy is impossible. 

typical examples of the two extremes of clay-gctUng, mention may be made of the use of 
navvy at the works of the London Brick Company at Peterborough, where a bed of Oxford 
clay, 2 o- 6 o ft. in depth, is dug and put into waggons at the rate of a ton a minute — and the ordinary 
small brickyard in the Isle of Wight, where the composition of the material completely changes 
fivery few feet, and, in some instances, layers of clay, sand and other materials are found super- 
imposed on each other (no single layer being more than a foot in thickness), thus necessitating the 
greatest care on the part of the men getting the clay, as some of the other materials would he very 
injurious were they allowed to enter into the composition of the bricks. 

‘he uppermost layer or subsoil (frequently termed CAllow or overburden) must usually be 
V L ^ whole treatise could be written on each of the chief methods of getting material 
us\ whether by quarrying or by mining, and as a detailed description would lake 

sadT ^*^*^*^^ subject of the manufacture of bricks, we must assume that sorne sufficiently 

actory method of obtaining a supply of material has been found, and now consider its treatment. 
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After the clay has been dug it may be sent direct to the plant or it may be 
set aside to enable the weather to act upon it “Weathering” has a marked effect 
on many clays and shales, enabling them to be much more readily treated in the 
machines, and, in some cases, freeing them from undesirable impurities. , 

The demand for large numbers of bricks at very low prices has led to the discontinuance of 
weathering in many works ; this is to be regretted, as in almost every case weathered clay makes 
better bricks than that which is used within a few minutes of its being dug. 

The clay is next sent to the cleaning plant, if it is of such a nature as to require 
a rough purification. Two types of machineiy are used for this purpose i the 
first consists essentially of a screen or riddle i^ainst which the pasty clay is forced ; 
the clay passes through the perforations or slots in the screen, and the stones 
and gravel remain behind (p. 202). 

Such an arrangement is obviously crude, and will not remove anything smaller than in. 
diameter, so that it is useless except for clays containing coarse impuriiie.s. 



Fic. 3. -Edge-Runner Mill. 

{By courtesy Mtsirt SuUlifft, Sptakmim C<f. Ltd.) 


The second type of clay-cleaning plant is known as a wash mill, and consists 
of a circular well in which a series of vertical harrows is rotated (see Cement, 
p. 87, Fig. 7). The clay is thrown into this well, a large quantity of water added, 
and the harrows set in motion so as to churn the clay and water together. After 
some minutes, the harrows are stoj>ped, and the fluid portion is run off to large 
settling tanks. 

The stones and gravel remain behind in the mill, and are removed when a sufficient quantity 
has accumulated. When a mixture of chalk and clay is used for brick-making, the mixing is 
usually effecteti in a wash mill. 

The clay in the settling tanks gradually sinks to the bottom, and after a 
sufficient time has elapsed the clean supernatant water is run off, and the soft 
clay is cut into rough blocks and allowed to dry somewhat before being taken to 
the pug mill. 

The cleaning or washing of clay is an expensive process, and is avoided wherever possible, but 
it U largely used in Kent and Essex (Fig. 2 ). 

In some localities the clay is mixed with the siftings from domestic ashes, 
partly to reduce the plasticity and shrinkage of the clay, and partly as a convenient 
means of introducing the fuel into the very centre of the bricks, and so secure as 
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complete a burning as possible. This is the case with the clamp-burned stock 
bricks sold in London. 

In most methods of brick manufacture, the raw material must be converted 
into a paste by mixing it with water. In the case of soft clays this is effected by 
means of a pug mill, but hard clays and shales must first be reduced to powder. 

Clays may be crushed by (a) crushing rolls, or {b) edge-runners. Crushing 
rolls are usually mounted in pairs, and the clay or shale allowed to fall on top 
of them is passed between them and crashed in the process. If necessary, several 
pairs of rolls may be used, each pair being set rather closer together than the 
preceding ones, so as to effect a gradual reduction of the material. 

Edge-runner mills resemble those used for mixing mortar, but are heavier 
and more powerful. They consist of two mill-stones which rotate on a horizontal 
shaft above either a fixed bed or a revolving pan. Perforations or slots in the 
bed or pan permit the crushed material to pass out of the mill into a receptacle 
beneath, from which it is raised by a bucket elevator to the screens. The coarse 



F(0. 4.— Open Mixer. 


{By covrttsy 0/ ^ffsirs tykitrkiad ^ Co. LUt.) 

material is returned to the mill for further treatment, and the powder which has 
passed through the screen is taken to the pug mills or mixing machines. 

If a clay is very tough it is sometimes necessary to pass it first through an 
tdge-runner mill with large slots, and then through several pairs of rolls. Some 
shales and other rocks used for brick-making must be broken into small lumps in 
a stone-breaker before they are passed to the edge-runner mills. 

Broadly speaking, lough, pasty clays are liest reduced by crushing rolls, and shales or rocky 
clays are best treated in edge-runner mills, but e-.icb maierial require? separate study and must fce 
dealt with accordingly. 

Tempering is the term used to indicate the conversion of a clay or powdered 
shale into a homogeneous paste suitable for the manufacture of articles. It consists 
essentially in the addition of water and its thorough incorjwration into the mass. 

Tempering was, at one time, effected by men treading the material with naked feet, but the 
advent of mixing and pugging machinery has caused the abandonment of “ treading,” except in 
Je case of crucibles for melting steel. Another meth(*d— still used in some out-of-the-way 
uistricis-consisls in turning ihe clay over and over by means of wooden spades. 

Two kinds of tempering machines are in use. The first is an open trough in 
^hich is one or more shafts carrying blades or knives set at an angle to it. Such 
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a machine is known as an open mixer. A similar machine, but closed except 
for an opening at each end, is also used, and is known as a pug mill ; in addition 
to mixing the clay and water it also compresses the material, and if the outlet end 
is made of a suitable shape — as when fitted with a mouthpiece — the clay paste 
issues from the machine in a compact column which can be cut into bricks. 

In this way a pug mill serves not only as a mixer, but as a brick-making mabhine, and bricks 
so made are said to be produced by the “ expression ” or “wire-cul” process{p. 208}. Where 
hand-moulded bricks are made the clay issues from the pug mill in so soft a slate that no 
mouthpiece is needed. 

Clays which are difficult to mix with water require the use of a long open 
mixer, followed by a pug mill of equal length and capacity, but for most of the 
south country clays used for hand-moulded bricks a single vertical pug mill is 
sufficient. 

Pug mills may be of either the vertical or horizontal type, the former being generally used for 
mild clays and the latter — in conjunction with other machinery— for tough or hard clays. 

Moulding bricks by hand is one of the earliest methods of manufacture, and 
it is still used to an enormous extent in the South of England. In the Midlands 
and North, where the climatic conditions are less favourable, bricks are usually 
produced by mechanical means. 

A brick mould consists of a wooden frame which is large enough to surround 

a freshly made brick. This mould has no 
top or bottom, and must, therefore, be laid 
on a table or bench when in use. 

In slop moulding, the workman dips 
the mould in water so as to wet it thoroughly. 
He then places it on a prepared part of 
his working bench, and throws into it, with 
great force, a mass of clay ])aste rather 
more than sufficient to fill it. He next 
presses the clay well into the corners of the 
mould and removes any superfluous clay hy' 
drawing a straight piece of wood— termed a 
He then, with a sudden turn of his wrists, 
lifts the mould with its contents and holds it sideways, and either hands it to a 
boy assistant or places it on a part of the bench ready for him. The boy carries 
the mould away to the drying floor or ground, and carefully placing it down, he 
empties out the soft brick without S|)oiling the shape. 

In sand moulding, the interior of the mould is^overed with sand instead of 
water previous to making each brick, and instead of a boy taking away the mould, 
the maker empties it on to a small board— termed a pallet— and a boy carries the 
brick away between two pallets to the drying floor. In addition to giving the bricks 
a pleasant appearance (sand face), the method of sand moulding is about four times 
as rapid as slop moulding, but cannot be used for all clays. 

The bricks are carried on light spring liarrows of special shape (Fig. 6). 

One reason why brick-makir.g machinery has made so little prepress in some localities, is ^ 
man and a boy can turn oul 36, coo bricks a week by hand moulding, and this is sufficiently cheap 
for machinery to effect no appreciable saving where the clay is suitable for hand moulding. 

If hand moulded bricks are required to be specially accurate in shape they are 
allowed to become partly dry, and may then be pressed in a portable press, operated 
by a strong youth. 

The moulding of bricks by hand requires great skill, and as the work is also 
laborious, it is becoming increasingly difficult to obtain good moulders. This has 
led to the introduction of machinery to imitate the hand-made article, but such 
machines have never become really popular in this country. In the United States 
a large number of these “soft mud” machines are.in use at the present time. 



across the top of the mould. 
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Most bricks made by machinery are produced by one of the following methods : 
(o) Expressing the clay through a mouthpiece and then cutting it into bricks ; (ti) 
forming a preliminary clot or rough brick and repressing this to shape (stiff-plastic 
process); and (r) placing the moist powder or shale into a metallic mould and 
compressing it to shape in a powerful mechanical press (semi-dry process). 

The special advantages of processes b and c are to be found in the greater stiffness of the bricks 
produced by the machines. Owing to the water being present in only a small proportion^ such 
bricks can be taken direct to the kilns without any previous drying. This materially reduces the 
cost of manufacture, but it must be observe<l that mechanically made bricks are very different in 
many respects from those moulded 'hy hand. 

Expressing clay through a mouthpiece attached to the end of a pug mill, and 
then cutting the extruding clay column cross-wise into bricks, .is a method of manu- 
facture which can be applied to almost any clay capable of being made into bricks. 
As wires tightly stretched on a frame form the means whereby the clay column is 
cut, this method of manufacture is commonly known as the wire-cut process. 
It is equally applicable to the production of pipes, hollow blocks, and a variety of 
other articles. As in the hand-moulding method, the clay must be in the form of a 
soft paste, and as the column is usually cut into several bricks at a time, these are 



Fig. 8.— Mouthpiece— Assembled and in Piece.s. 

carried on a large board or [allot to the drying floor or on to the cars, which are 
then run into a drying tunnel. If desired, wire cut bricks may be pressed after they 
have been partially dried. 

Where a clay is diHicuU to work by this process, the insertion nf a pair of expression rolls 
Itctween the pug mill and the mouthpiece will often facilitate the tnanufacture. These rolls also tend 
to reduce lamination and other troubles incidental to the wire-cut process when it is applied te 
some clays. 

In the stiff-plastic process of brick-making, the clay paste must be very mutli 
stiller than for hand moulding, and as such a paste is difficult to obtain with some 
clays, the stiff-plastic process has been most successful when applied to shales and 
other dry clays which are capable of being reduced to powder. This powder is 
then mixed with a very small proportion of water in a pdtverful pug mill, and the stiff 
paste is forced into a clot-mould which makes it roughly of the desired shape. 

Various ingenious devices have been patented for producing the clot or rough 
brick, but only two are now extensively used. The first of these consists of a 
horizontal steel disc or table fitted with moulds; the clay is forced into one of these 
moulds by means of a fixed vertical pug milt, and the table then makes a partial 
rotation, placing an empty mould beneath the pug mill. After the table has rotated 
sufficiently, one of the moulds is emptied automatically by means of a rising plunger. 



Micks iog 

and the clot is then ready for the repress. This arrangement is the basis of the 
Bradley & Craven brick ipachine (Fig. lo). 





The second method of making a dot from stiff-plastic clay consists in 
''"ith a ram or pug mill into the spaces between the cogs of a specially shaped wheel> 
these spaces forming the clot mould, and temporary ends being formed by the 
frameffork in which the wheel revolves. As the wheel revolves, the clay in the 
VOL. II.«I4 
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mould is eventually raised to the level of the repress, and the clot is pushed out 
sideways by means of a lever which lakes it direct to the press. This arrangement 
is the essential feature of the machines made by T. C. Fawcett Ltd., and 
R. Scholefield respectively (Fig. ’ 1 1 ). 

As the clots are only roughly shaped, it is necessary in each case to employ a 
press in connection with the clot mould, and- the machines mentioned are so 
arranged that powdered clay is delivered into one part of the machine and the 
properly pressed bricks are obtained from another. This is effected by combining 
a pug mill, clot mould, and press in one framework. 



Fig. 10. — Machine for Making Bricks by the Slift- Plastic Process. 

{By comriety of Mturt Btmdlty 6R Craven Lid.") 


Although the final pressing in a stiff-plastic machine really constitutes a repressing of the clot, 
some makers use an additional repress machine for the manufacture of facing bricks, the bricks being 
passed into this immediately after leaving the niOinary machine or after they have been partially 
dried. Unless, however, the material i.s peculiarly difficult, it is unnecessary to subject them to this 
treatment. If, through lack of adjustment, the machine produces unsaiisfactory brick.s, it is better tu 
adjust the machine rather than to give the bricks additional pressings, though with some clays this 
cannot be avoided. 

The average output of a stiff-plastic machine is 10,000 to 12,000 bricks per day of ten hours. 

The stiff-plastic process, whenever it can be properly used, is the most satisfactory of all methixls 
of brick-making, as it combines most of the advantages of the fully developed plastic clay, with a re- 
duced cost in drying the bricks. Stiff-plastic bricks may go direct into continuous kilns, but it is 
usually belter to dry them first in a tunnel drier, or on a steam-healed florjr, as the moisture is then 
mete satisfactorily removed than in the kiln, and the loss by improperly dri^ bricks is much less. 

The Semi-Diy Process. — Where the material is sufficiently dry to be in the 
form of a powder which readily “balls” on leaving the grinding pan, it is often 
economical to work it up without any addition of water at all. As the material is 
not completely dry, this process is known indifferently by the terms “semi-dry 
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and “ semi-p)astic/’ both being equally unsuitable, but used in the absence of' more 
accurate terms. 

Bricks made by this process are quite distinct in character from those in which the plasticity of 
the clay has been more fully developed, and though they were much used a few years ago, they are 
rapidly being displaced (except for common work near Ix)ndon) by stiff-plastic bricks. 

Where the material is of a suitable nature, the semi-dry method of working effects marked 
economies in the cost of production, sis it dispenses with the cost of pugging and drying, and 
the friction of the material in (he fdant is alki materially reduced. Against this must, however, 
lie set the added power retjuired to compress the material into bricks ; this, in some instances, 
being very great. 

The semi-dry process is carried out in its most perfect form in the neighbour- 
hoods of Accrington and Peterborough, where a suitable material extending to 



n,— Machine for Making Bricks by the Stirt-Blastic Process. 

(S^ courtesy of Messrs T. C. Fmvccit Ltd^ 


great depths is found in such large quantities as to facilitate the manufacture of 
bricks on a colossal scale. 

To be worked to advantage the material must be cleared of surface soil, or 
"callow/’ and must be then worked vertically, so that several strata may be mixed 
together in definite proportions. This is best effected by using powerful steam or 
electric navvies, which are capable of excavating a ton of material at a single stroke, 
fhe material is then taken in waggons to the grinding pans, and the fine product 
is separated by means of screens. It is then carried away by spiral conveyers, 
'vbich mix it and convey it sipiultaneously, the coarse material being meanwhile 
returned to the mills to be reground. The powder falls down a small chute to a 
Whittaker press, which fills first a sliding feed-box, and thence the first mould, 
i he amount of material received into the mould can be instantaneously adjusted 
lo allow for variations in the moisture in the material. The pressure is applied 
through descending plungers, the driving mechanism being so arranged as to give 
itvo distinct nips or pressures on the bricks. 
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The object of this is to libeiate as much air from among the particles as possible, so that wher 
the Anal pressure of not less than 8o tons is exerted, there may not be any air imprisoned, as this 
would cause cracks in the bricks. 

Ir 

It is necessary in Peterborough to repress the bricks, so that four distinct 
pressures are applied, viz., two in the first mould and two in the second. 

Bricks made in this way are so dry that they may safely be taken direct to the 
kilns and burned in the ordinary manner. 

The chief advantages of this process, for shales and other hard material, are the great pressures 
which may be employed, whilst yet using less power than is needed in other processes, the absence 
of drying arrangements and consequent saving in fuel, and the accuracy in the shape of the bricks. 
As these are not plastic, they shrink so little in burning that there is but little liability of twisting 
or warping. The disadvantages of this cta?s of brick are their surface density, which often makes 
them difficult to lay rapidly, as mortar does not readily adhere to them, the absence of a peculiar 
texture to which plastic-made bricks owe their durability, and the difficulty experienced in obtaining 
a perfectly sound brick which is of equal density and strength throughout. 

This last-named defect is specially characteristic of semi-dry bricks, and though many attempts 
have been made to remove ft, there is no machine at present in use which entirely overcomes it 
with certain clays, which arc otherwise quite suitable for manufacture by this process. 

From the foregoing very brief descriptions it will be seen that the method to be 
employed in shaping the bricks must depend very largely on the nature of the clay, 

a plastic clay requiring a treatment 
quite different from that which is 
best suited to a shale or hard clay. 

In order to meet the requirements of 
clays in various localities numerous jratterns 
of machines are in use, hut for a fuller 
description of these the reader may refer to 
“Morietn Brick-Makrrrg *’ (see Literature 
on p. 199 ). 

Maclritre-made bricks are carried otr 
stout harrows similar to that shown in 
Fig. 12. 

Drying.— As already explained, 
it is usually necessary to dry the 
bricks before they can be jdaced in 
the kilns. The necessity of a care- 
ful and thorough drying bectimes 
Fig. 12.— Barrow for Carrying Machine- more apparent when it is realised 
blade Bricks. that from an ordinary brick at least 

I lb. of water must be removed. 

Articles made of clay are so delicate before they are burned, and are so sensitive 
to draughts and sudden changes in temperature, that they must be dried with 
exceptional care. In many parts of the country the bricks are stacked in long 
rows or hacks in the open air, and are protected from the direct rays of the sun 
and from the wind by covering boards, and by cloth, hurdles or loo boards placed 
along their sides. If carefully treated, many bricks may be dried satisfactorily at 
very little cost, but the process is very slow — requiring several weeks— and the 
uncertainty of the climate is also a serious disadvantage. 

Where bricks are made by machinery, it is usual to dry them by artificial heat 
in a building constructed for the purpose, and termed a drier. Some driers 
consist merely of large sheds, beneath the floors of which are flues heated by coke 
or steam. The bricks are laid on the floor, and the latter is then heated gently at 
a rate suitable for the particular clay in use. This arrangement is quite satisfactory 
for most days, but is slow, requires a large amount of space, and consumes a 
considerable amount of fuel. If, however, the floor is heated by exhaust steam, 
the last-named consideration is of little importance. 

Where the output is sufficiently large, bricks may be dried more expeditiously, 
with less loss and with less fuel, by passing them through a tunnel drier. 1'^'^ 
consists of a wooden or wood-and-brick structure of great length, which is just large 
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enough to hold a series of cars loaded with the bricks to be dried. Warm air is 
drawn into this tunnel by means of either a chimney or fan, and is distributed in 
such a manner that the bricks are dried as rapidly as possible with the least risk of 

cracking. 


In the best forms of tunnel drier, the biicks are dried (a) by contact with warm air circulating 
through the tunnel in a prearranged manner, and (^) by radiation from a false ceiling and from 
the heated walls and pipes in the tunnel. 

The construction of tunnel driers is in 
itself simple, but with delicate clays so many 
matters have to be taken into consideration 
as to make the designing of a really satisfac- 

tory tunnel apparatus a matter of great diffi- ^ 

culty. Consequently, there are many tunnel 

driers in use, but only a small number of \ 

them work with reasonable efficiency. This 

is largely due to the principles underlying 

the physics of drying bricks being very im* 

perfectly understood by most brick manufac- 

lurers and builders of driers The physical 

changes which occur in drying bricks are 

liighly complex, and until they are better 

known than is at present the case, an ^ m ^ 

Never- 

tlieless there are two patterns of 

to all 

requirements except that they are costly to 

inslal and troublesome— though not expen- * 3 * Hack or Open-Air Drier, 

sive— to maintain. 


In drying bricks it is essential to bear in mind that the interior must dry at the same rale as the 
exterior ; any reversal of this w'ill usually result in cracked bricks. 

The difficulty is commonly found in heating the Interior of the bricks sufficiently for the water 
in them to be vaporised without, at the same time, drying the exterior at such a rate as to 
cause cracking. 

The use of warm air containing a definite and r^lablc proportion of water appears to be 



Longitudinal Section, 



Plan. 


FiC. 14. — ^Tunnel Drier. 

the best solution of the problem, and is an important feature of all the most successful forms of 
tunnel drier. 

All bricks have two critical periods during the drying: the first is during the remo\^l of the first 
^ttion of the water— when the outer particles tend to shrink more rapidly than those in the interior 
ih surface cracks ; and the second is when the bricks have a hardness about equal to 

^ a of leather. In the latter stage, they are often exceptionally sensitive to sudden changes in 
niperature, and to draughts, and also to too rapid healing. Many existing tunnel driers cannot 
stap • full capacity with certain clays tecause of their inability to deal with this second 

travp/"- will usually be found that only those driers in which the current of air 

Is m the same direction as the bricks are satisfactory in this respect. 
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The great advantage of all tunnel driers is that the goods are taken from the brick machine 
and are placed on cars ; these cars then travel slowly through the drier, and eventually reach the 
kiln, without any direct handling of the bricks being necessary. On the other hand, a well-filled 
tunnel drier will usually cost over ;^l,Soo, if it is to be really efficient, and the interest and 
depreciation chafes on this capital sum are sufficiently large to rftake many brick manufacturers 
prefer to use the older and more wasteful hot floor. 

Burhing, — Bricks which have merely been dried are too friable and weak 
to be of value. The object of burning them is to convert this weak mass into 
a strong stony one, which is capable of resisting all kinds of weather. 

It should be noted that when bricks “baked” or heated to a point where the plasticity is 
destroyed, but not sufficiently for many of the particles to fuse and, on cooling, makes a strong 
cementitious mass, the bricks are more durable and porous and are useful for certain purposes, 
but they will not last as long as those which have been properly burned, i.e., in which lh,e healing 
has been carried to such an extent that the flnished bricks consist of certain rock -like particles 



Fig. 15. — Archless Kiln. 
{By courletyo/ .Mr H. Harrisen.) 


firmly bound tc^ether by a species of slag or glass. Such vitrified bricks are much valued by 
engineers on account of their great strength and durability, but for ordinary buildings their lack 
of porosity makes them difficult to lay, and many bricklayers therefore object to use them. 

When a clay is worked up in a plastic condition, there is not the same necessity to burn it com- 
pletely, as the bricks arc usually strong and durable enough without this, the fineness of the 
particles and the felting nature of the clay being sufficient ; but shales, rock-clays and other materials 
in which the plasticity has not been fully developed in the manufacture into bricks, retjuire to be 
very fully burned in order that they may derive from the vitrified material the strength which they 
do not otherwise gain owing to tbeir lack of plasticity. 

The temperature to which a given brick must be lieatcd in order that it may \)e satisfactory 
depends, therefore, on the nature of the material, the method of manufacture, and the purposes for 
which the brick is to lie used. For example, a brick which is to l>e rubl)ed down to a particular 
shape, as in the construction of arches, etc., must be sufficiently soft for this treatment, and cannot 
be more than baked, whilst an engineering brick must be as hard and strong as possible. It is 
useless, therefore, to attempt to determine a standard temperature at which bricks shall be fired, and 
each brick fnanufacturer must deckle for himself the one most suited for his customers’ particular 
needs. 

Kilns . — In consequence of the great variety of properties required in bricks, it 
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is necessary to burn them in different ways, and, therefore, to use different types 
of kilns. 

At the present time, there are so many patented kilns for brick-burning that even a list of them 
would be too lengthy to be given here, and many of these patents contain ideas and features of little 
or no commercial value. (Details are given in some of the volumes mentioned on p. 199.) 

At the same time, there are certain kilns which are of the greatest importance, and the improve- 
ments in bricks during the last thirty years, and especi- 
ally in the great reduction in cost of high <juality 
bricks, is due in great measure to the modern types of 
kiln now in use. 

At the present time, there are five distinct types 
of kiln in use for brick-burning, each with its special 
advantages, and the brick-maker must choose accord- 
ing to his technical requirements and to the capital at 
his disposal. If his works are small, with an output 
of less than a million bricks per annum, he may not 
have sufficient output to erect a fuel-saving kiln, 
and must be content to suffer the disadvantages of a 
high cost of manufacture and burn 10-18 cwt. of coal, 
where, with a better kiln, 3-5 cwt. would suffice. 

It is commonly argued by many brick manufacturers 
that only a’certain type of kiln can he used for their 
bricks, but a large experience as a consultant in brick 
manufacture has convinceil the author that this is 
incorrect in most cases, and that if the output is 
sufficiently large to justify its erection, one of the 
more recent continuous kilns, in which a mlnimnm of 
fuel is employed, can be used for every kind of brick 
and architectural terra-cotta now on the market, with 
a saving of 30-70 per cent, of fuel as compared with 
single kilns. 

Great care is, however, nece-ssary in the selection 
of a modern fuel-saving kiln, as several are now in 
use which are comparatively worthless, l»ccause the 
moniy laid down, plus the costofrepairs,overl»lances 
the saving effected in the fuel. This is particularly 

the case with kilns which are too short. ,6.-Cross Section of Round 

In out-of-the-way districts, and for tem- Down-Draught Kiln, 

[torary purposes, the simplest form of kiln j 1 • 1 

is that known as a “Clamp.” This consists of a structure of unburned bricks 
and fuel, the (alter being placed at the base, or, alternatively, between the courses 
of bricks. The bricks are so arranged that sufficient air can pass between them to 
burn the fuel and for the resulting hot gases to heat the bricks sufficiently. 




Fig. 17.— Cross Section and Plan of Down-Draught Kiln. 


In such a kiln, the temperature is very irregular, but if the bricks are prO})erly arranged it is not 
'lifficult to' obtain a sufficiently large proportion of saleable bricks to meet local needs. Where a 
better brick is required, however, some rorm of kiln in which the bricks do not come in contact with 
die fuel, and in which the heat is under belter control, must be used. 

The construction of a clamp kiln requires so much skill that a detailed descrip- 
tion of it is undesirable at this time, especially as this kind of kiln is chiefly used 
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for temporary work, and equally good, and often better, results may be obtained by 
constructing an archless kiln (Fig. 15) and substituting a fan for the ordinary 
chimney. 

Such a kiln can be erected at a very smalt cr>st, and whilst the product is not so good nor the 
kiln so durable as when properly covert in, the bricks are more evenly heated than in a clamp, 
and are as saleable as common bricks in almost any district. 

Single kilns are much used for brick burning (Fig. 17). In these, the fuel is 
burned in special fire-boxes or furnaces, the hot gases passing through and around 
the bricks and heating them to the desired temperature. 

Single kilns may be of three types, according as the general direction of the 
flames is upward, downward, or horizontal when in contact with the goods. 
Up-draught kilns usually have several fireplaces at each side or somewhat 
beneath the floor, whilst the chimney (if one is used) is at the top of the kiln. 
Up-draught kilns for bricks may be either circular or rectangular in shape, the 
latter being preferable, as they may be built of almost any capacity. In their 
simplest form, they consist of a space enclosed by one circular or four straight walls 
the bricks to be burned being placed within the space in such a manner that the 
hot gases from the fires ascend through them and out at the top of the kiin. 

Some up-draiight kilns are covered with permanent brickwork on which a short chimney or series 
of chimneys is ercc.ted. .ks the heat enters the kiln through ihe fire-boxes, which are placed some 

distance apart, il rises irtegulaily in a scries 
of different streams which do not completely 
mingle and consequently the goods are irregularly 
heated. 

In down draught kilns, the general 
construction is similar, but the hot gases 
and flames first rise through an annular 
space to the top of the kiln, and are de- 
flected downwards on to the bricks to be 
burned, spreading themselves fairly evenly 
throughout the mass, and passing through 
a central “well ” or other openings in the 
floor to^the main flue, and thence to an independent chimney (Figs. i6 and 17). 

The heating of such a kiln is much more regular than that of an up draught one, and some of 
the best bricks ever made have been produced in kilns of this type. Their chief disadvantage is the 
amount of fuel required per thousand bricks burned, which is seldom less than 8 cwt., and is often 
much higher than this. Consequently, they are being rapidly replaced by continuous kilns in which 
the ga^s, after healing one set, are used for heating a further set of bricks, more and more 
bricks being used umil the temperature of the gases is reduced to a point liclow which it is useless 
to employ them. Even in such a kiln, the principles of the down-draught type may be utilised in 
almost their original form, and for the licst facing bricks the most suitable kiln for large outputs is 
virtually a series of down-draught kilns connected logclbcr so as to make the fullest possible use of 
the heal in the fire-gases. ^ 

Horizontal kilns (Fig. 18), with the fires at one or both ends, the flue gases 
^ing taken away at the centre, or at the end opposite to the fires, are much used 
in the neighbourhood of Newcastle. 

They are specially suited to the production of very high temperatures, such as are needed fo: 
burning fire-bricks, but though very efficient in many ways, they are extravagant in fuel unless 
connected together so as to form a continuous kiln. 

Semi continuous kilns (Fig. 19) are intermediate between the kilns just 
described and those with a continuous firing. They are more economical in fuel 
than the former, but less so than the latter, and so are chiefly used where the output 
IS not sufficient for a completely continuous kiln. 

piough sometimes regarded as a distinct ^pc of kiln, those working semi-contimiously are 
r^ly incomplete kilns which must be worked as well as the circumstances permit, and completed 
when tr^e warrants the erection of additional chaml>ers. If it is probable that the output of the 
yard will only be small, it is far belter to build a small continuous kiln, of the usual length, but only 
half or one-third the usual width, as by this means better results can be obtained. Thi draught in 
them may be chiefly horizontal or down-draught, according to the design of the kiln. 



Fio. [8.— Newcastle or Horizontal Kiln. 
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In all the foregoing types, the bricks to be burned are placed in the kiln, ananged 
in such a manner that the hot gases may circulate among them as freely and evenly 
as possible. The fires are then llght^ and the tempq|ature raised, at first with 
extreme care and slowness, but later more rapidly, until the goods have been 
sufficiently heated. 

The reason for great caution at first is the necessity for avoiding a rapid evolution of water from 
the bricks, as, if heated rapidly, the steam formed could not e^ape, and would crack the bricks, 
rendering them useless. Even when the greatest care is taken, some bricks are usually damaged 
by being heated too rapidly at first. Even when the bricks appear to be Ihorougldy dry they may 
contain one-seventh of their weight of “combined water,” which must be removed before the 
bricks have re.ached a temperature much above 500° C. 

During the first two or three days the bricks are in the kiln, therefore, the heating must be 
e!<tremely gentle, and as this necessitates the use of fires which are only allowed to smoulder or 
sjuoke and not to burn brightly, the term “smoking” is usually applied to this stage of the firing. 
This very gentle heating must be continued until the bricks .show no signs of giving off steam, this 
being usually tested by putting a clean, cold poker into the kiln, lc.aving it there for a short lime, 
and examining it immediately it has l>ecn withdrawn. If the bricks are still damp, the steam in the 
kiln will condense on the cold metal, and will reveal itself in the form of a dew. This test is only 
a rough one, but it suffices for most brick-m.akers. 

Others, e.specially on the Continent, prefer to continue 
the he.aling for a definite numl)er of hours with the kiln 
at a temperature of, say, 120* C. 

It is highly advantageous to have a separate flue for 
the gases and steam evolved at this stage, and not to 
pass them into the main flue. The use of such a sup- 
plemenlaty flue improves the quality of the bricks, and 
reduces the amount of fuel required. 

As soon as all the moisture has been removed at lliis 
temperature, the temperature is raised rather more 
rapidly, but still .steadily, until a dull red heat is ob- 
tained. It will then Ire found that a further evolution of 
steam often takes place. This is ilue to the decom- 
position of the clay, and the lil>er:Uion of the combined 
water in it. At this higher temperature the remains of 
plants which may Ire conta(ne<i in the material l>egin to 
bum, and time is required for the complete combustion 
of these and of any carlxm which may be in the pores 
of the bricks. If this stage of the burning is hurried 
llie bricks will be di.scofourc<l towards the centre, and 
will have black cores or hearts. 

The temperature is again raised when all the car- 
bonaceous matter has l)een destroyed, and the heating 
is continued until the bricks have gained the necessary 
characteristics, when the kiln Is allowed to cool, any 
openings being closed by slabs of fire-brick, luted up 
with clay paste, so as to prevent cold air impinging on the hot bricks, and so cracking them. When 
the kiln is lufficiently cool, the bricks are taken out, and the kiln may then be refilled with fresh ones. 



Fig. 19.— Semi-Continuous Kiln. 


After the bricks being burned have reached a red heat, the fire gases passing 
in a single kiln to the chimney are, naturally, very hot, but this heat is wasted in 
most cases. Many attempts have been made to connect single kilns together by 
means of flues, so as to utilise this heat as well as that given off by the cooling 
bricks, but they have not, as a rule, been successful unless the kilns were placed 
side by side. It was this desire to economise heat which eventually led to the 
invention of the continuous kiln, which consists essentially of a number of single 
i^ilns built side by side, with openings in the partition walls. 

F. Hoffman went even further than this, and abolished the intervening walls, so 
that his continuous kiln — which may be regarded as the basis of all modem 
continuous ones— consisted of an annular space in which the goods were burned 
(see Figs, 20-22). 

The original Hoffman kiln is equivalent to a horizontal one of infinite length, 
Ibe heat being applied to the goods at one end, and passing along them horizontally 
Until the gases are too cold to be of any further use. In practice it is not con- 
to have a long narrow kiln, so that the two ends are joined and make 
^ annular space. It is very important that such a kiln should be sufficiently 
mng, as if the distance travelled by the lire is too short, fuel will be wasted. 
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On this account it has been customary in recent years to alter the original 
design of the Hoffman kiln, and to make it either very long with rounded ends 
(Fig. 20), or to construct it in the form of a series of short tunnels, which turn 
on each other in a kind of zigzag, so as to produce a kiln, the outside walls of 
which are almost square in plan (Fig. 21). 

In this way much less land, or that of a convenient shape, is used for the construction of the 
kiln, without reducing its efficiency. 

For a kiln containing fourteen chambers, and a total inside chamber length of 
196-200 ft. as a minimum, satisfactory results may usually be obtained, but it is 
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Fig. 20 . — Plan of Hoffman*Continuous Kiln. 



Fig. 21 .— Plan of Buhrer Continuous Kiln and Drier. 


necessary to keep all the parts of the kiln in full work if the fullest economy in fuel 
is to be realised. Hence, when the output of a brickyard is likely to be small, 
two courses are open to the brick-maker : he may construct only half or a quarter 
of a continuous kiln (thus making a so-called "semi-continuous” kiln), or he may 
construct a complete kiln with such narrow chambers that the whole can be used, 
and the chambers widened as the output increases. 

The former is the cheaper of ihe two, so far as the cost of erection is concerned, but is wasteful 
in fuel ; the latter U much more expensive to erect and alter for enlargement, but the fuel burned 
is reduced to a minimum. 

The method of working a continuous kiln of the simplest type is, briefly, 
follows. For convenience it may be assumed that the kiln is in full working order, 
and contains fourteen chambers. No. 14 is being filled with bricks from the drier 
or machine house. No. 1 is being "smoked” by a small fire contained in 2 
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portable stove, or in a fireplace built in the doorways of this chamber, a 
partition of iron or of paper separating it from the remainder of the kiln, and 
making it temporarily into a single kiln. No, 2 is dry Nos. 3 to 6 are being 
slowly heated without the direct use of fuel, by passing the hot gases from Nos. 7 
and 8 (which are being heated by coal) through them. In this way the heat from 
Nos. 7 and 8 , which would, if they were single kilns, be allowed to pass up the 
chimney and so be wasted, is utilised in the preliminary heating of four other 
chambers full of bricks, and as the gases pass from one chamber to another they 
gradually lose their heat, so that by the time No. 3 is reached they ate at a 
temperature of only t5o°-20o” C. It is then useless to carry them through any 
more chambers, so they are taken direct to the chimney stack through the main 
flue. The fuel is supplied through feed holes in the roof of the chambers, and 
falls into hollow pillars made of bricks, in which it burns. No. 8 is at such a 
temperature that it constitutes the finishing point of the kiln ; the higher numbers 
ire those containing the finished but hot bricks. In order to cool these and so 
enable them to be taken out of the kiln, the doorway in No. 12 (the last chamber) 
is opened and air admitted. This air is drawn from No. 12 to No. 9, becoming 
gradually hotter by reason of its contact with the bricks, so that by the time it 
reaches No. 8, in which some bricks are being fired, it is hot enough to assist 
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Fig. 22.— Showing State of Goods in Cominuous Kiln. 


greatly the combustion of the fuel. In this way the heat contained in the cooling 
bricks is used over again for the heating of a further lot. Taking the chambers in 
the order given, it will thus be found that the temperature in each gradually rises, 
Nos. I and 2 being at something below 120’ C., Nos. 3 to 7 from i2o°-goo° C, 
and No. 8 about r,ioo” C., or less with some clays. From Nos, 9 to 13 the 
temperature gradually falls again from 1,000“ C. to the temperature at which the 
bricks are taken out of the kiln — usually about 25“ C., or as hot as they can be 
handled comfortably. 

When No. 8 has been heated sufficiently the connection between No, 3 and 
the chimney is closed and the partition between No. 2 and No. 3 is removed (if it 
is paper it is simply torn with a poker), so that the hot gases now enter No. 2. 
Fuel is next fed into No. 6, but no more is added to No. 8, which therefore begins 
to cool. In No. 1 (which .should now be filled with fresh bricks) the “smoking" 
process is begun so as to drive out the water in the bricks. In this way the whole 
process of heating is moved on one chamber, and the bricks in No. 12 will now be 
cool enough to be taken out and it refilled. In this way the action of the kiln is quite 
^ontmuous so long as there is a sufficient supply of bricks to be burned, as the 
fire travels forward, usually at the rale of one chamber per day, and the kiln being 
jrrcular in principle, whatever its apparent form, it acts as though it were of infinite 

Although a kiln wilh only fourteen chambers has been described, as tliis represents the site 
5 Wally used, the author considers it loo slioit for convenience and prefers a kiln wilh at least 
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sixteen chambers. The larger the number of chambers (within certain limits) the more satisfactory 
will be the burning. Some kilns have forty chambers. 

Many variations have been made in the design of continuous kilns, though the 
general principle first applied by Hoffman is continued in each of the newer kilns. 
The alterations consist chiefly in means used to produce a better colour in the 
goods by keeping them out of contact with the fuel, and to effect the preliminary 
drying in the kiln. 

The chief variations, therefore, consist in some means of burning the fuel in special fire-boxes 
and in effecting the drying and smoking by means of warm air derived from the kiln itself instead 
of from separate fires. 

For producing bricks in which the colour is an important consideration the fuel is most con- 
veniently burned in fireplaces built across the kiln between each two chambers, the kiln being 
usually, though not necessarily, divided by partitions of permanent brickwork. These partitions 
absorb a certain amount of heat, and so reduce the efficiency of the kiln as a whole, but the small 
loss from this cause is more than counterbalanced by the improved colour of the goods. There is 
much divergence of opinion as to the relative values of fire-boxes with solid bottoms and those with 
grates. Much depends upon the niliire of the fuel, and when this will burn on a solid bottom the 
laloor of cleaning the grates is obviously avoided. For other coals, a grate may be essential to good 
combustion. 

In the original Hoffman kiln, the fuel is burned in small shafts left in setting the bricks in the 
kiln, and corresponding to openings in the top, through which the fuel is fed in small quantities at 
a time every fifteen or twenty minutes. When fire-boxes or fire-grates are used, however, 
the fuel is added either from the front of the kiln or through openings in the top and above the grate 
or fire-box, and larger quantities may be added at a time. The hot gases and flames from the 
burning coal then rise upwards, but are rapidly drawn horizontally by the draught of the kiln until 
they circulate throughout the whole width and height of the chamber, the bricks being placed in 
such a manner that there is an appropriate space around each for it to be properly heated by the 
gases. If it is desired to produce bricks which are of a specially clear colour, a permanent fla.sh wnll 
may be built alongside the fire-box or grate, so as to force the flame and hot gas upwards to the top 
of the kiln, where combustion Is completed before the goods are reached, and all chances of the 
flame coming into contact with the bricks are avoided. In this way, a series of down-draught kilns 
may be worked on the continuous principle, the gases being taken out at the floor of the chamber, 
instead of at the side as usual. This alteration Involves a more complex flue construction, but has 
certain advantages which need not be detailed here (see Fig. 23). 

The use of hot air produced by the kiln itself for the smoking or preliminary warming and 
drying of the goods has not met with the appreciation it deserves. This is due lo a variety of 
causes, the chief of which is the general allilude of the burners who prefer what, lo them, is the 
simpler method of using stoves or special fires, though the latter are far from economical. The 
position of the flues used to convey the hot air in certain kilns is also very bad, and has caused this 
method of economising fuel and labour to fall into disrepute. Not a few designers of continuous 
kilns have ignorantly placed the hot-air flues in the positions where they are most likely to be 
influenced by changes in the temperature of the kiln, and. by the movement of the masonry, with the 
result that, after a short time, these flues leak and become practically useless. They should, 
obviously, be placed where they will be most stable, as a leak of comparatively small dimensions 
may be impossible to locate or repair, and yet may be fatal to the use of the flue. 

The object of using warm air in place of .special stoves or fires is two-fold, viz., the economy 
in fuel effected and (what is usually more important) the absence of while or grey deposits on 
the bricks due to the condensation on them, whilst in a damp state, of sulphuric acid derived from 
the burning fuel. When the goods are at a temperature above that of lioiling water such condensa- 
tion cannot occur, and direct healing may then l)e u.sed, but for raising them to this temperature 
it is usually desirable to employ air free from products of combustion. 

This pure, warm air must not, as a role, have a temperature above 300® C., and at the com- 
mencemenl of the heating of the freshly set bricks it should be much cooler, though its most suitable 
temperature cannot be stated definitely, but must lie ascertained by experiment, as it differs with 
different materials, some being more open and so drying more readily. 

The warm air used may be obtained from various sources, and can seldom be all obtained from 
only one. The most obvious part of the kiln from which it may be obtained is the chanil>ers 
containing the cooling bricks, as by connecting these to the ones conlainirjg the freshly set goods, 
by means of temporary or permanent flues, it is easily possible lo draw air of any desired temperature 
through the latter. The details of the various systems of pipes and flues used for this purpose are 
too complex to be given here, but it may be stated that permanent flues arc usually Mtter so far 
as the economy of heat is concerned, though they are more liable to leak than ihe temporary ones, 
which are generally made of metal. 

The heat obtainable from the chambers of cooling bricks is seldom sufficient, and it must) 
therefore, be supplemented by air heated specially in some other part of the kiln. Many devices 
have been patented for the supply of this additional air, the two most successful being to construct 
a series of flues either below the floor or above the arched top of the kiln, and to draw air through 
these at such a rate that it may gain the desired temperature before it enters the chambers to be 
wanned. As much of the Ijeal in the brickwork is usually lost by radiation, it will readily be seen 
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that flues arranged in these places will really save a certain amount of heat which would otherwise 
be lost, so that by no means all the heat thus supplied to the air passing through these floes can be 
considered as involving an additional consumption of fuel, though there is necessarily a slight 
increase in the amount of fuel burned in the firing proper when these flues ate used. This is so 
much less than that required in the stoves or special fires that a distinct saving on the whole kiln 

is effected. 

The hot air (from whatever sources) is led through flues to the cold chambers which require to. 
he warmed, and enters them by suitable floes and openings. There is much divergence of opinion 
as to the best position in which to admit this air, some authorities preferring to allow it to enter 
at the top and work downwards, whilst others adopt the opposite direction- Personally, the author 
prefers to use an entirely upward direction for the gases during the smoking, or to dry and warm 
at least the lower contents of the kiln by means of an up-draught. The reason for this preference 
is the fact that when the warm air or gases enter at the top of the kiln they gradually become 
saturated with water removed from the bricks them.selves, and at the same time they liecome 
cooler, with the result that by the lime they reach the lower portion of the kiln they cannot contain 
all the moisture, and deposit some of it in the form of a dew on to the bricks. The deposition of 
this water softens the bricks, and, owing to the pressure of the bricks above them, makes them 
lose their shape. When, on the contrary, the hot air or gas rises in an upward direction, the 
moisture deposited on the bricks still softens them, but as they have but little weight to bear no 
change in shape occurs. The upward movement has the additional advantage that must occur 
from allowing the warm gases to travel in their natural direction, and if they are not overladen 
with moisture a better draught is produced owing to the reduction of the internal friction of 
the kiln. 

The substitution of a fan for a chimney has not been appreciated to any great 
extent, because most existing brickworks have chimneys, and their owners do not 
see that any saving would be effected by the substitution of a fan, especially if 
they are not working at their full capacity. 

In some parts of the Continent, however, and in several instances in this country, the use of a 
fan has effected a considerable Sfiving in the amount of fuel burned, as it enables the draught of the 
kiln to be kept constant instead of Ireing affected by climatic conditions, as is invariably the case 
with a chimney. 

The object of a chimney, or fan, is to draw the necessary amount of air through the fuel and 
gases through the kiln. It is commonly supposed that a chimney does this without cost, whereas 
a fan requires power to drive it. As. a matter of fact, however, a chimney requires the expenditure 
of a certain amount of fuel, as the gases passing up the chimney must be hot, and this fuel is more 
than suflicient, in most cisea, to drive the fan. In calm weather and under good conditions the 
fan and chimney, therefore, cost al>oui the same for running expenses, but in rough we.nihcr the 
amount of fuel needed to keep the chimney working is greatly increased, whilst the fan is not 
affected ; and, further, the interest on capital needed for the erection of a chimney or the installation 
of a fan is much in favour of the latter. For continuous kilns, therefore, a fan should be used 
whenever possible. In single kilns, where no use can lie made of the hot gases produced, a fan b 
not desirable. 

In an ordinary kiln of the continuous type it is seldom that the fire travels forward more than 
15 ft. per twenty-four hours, and a rale of 1 ft. j)er hour is considered high. In the Biihrer kiln, 
however, thanks to its enormous relative length and the use of a fan, ihe fire travels forward at the 
rale of 8 or even 10 ft. per hour, and the amount of fuel saved is, therefore, considerable. So 
rapid a rate and so long a kiln could not be obtained when a chimney is used ; hence it was only 
on the introduction of a fan that this method of working became possible. Its success is due to 
the fact that although the rate of travel of the fire is so rapid this is counterbalanced, so far as its 
deleu-rioiis effects are concerned, by the length of the kiln, for most bricks can be heated very 
rapidly when once they have reached a dull red heal, provided that they are supplied with sufficient 
air to burn out the carbonaceous matter in them, and to oxidise the iron compounds. The length 

the kiln enables the “waste heat” to be used to warm the ^x)ds very effectively without any 
danger of cracking them. Clays very rich io carbonaceous matter might require a somewhat 
slower treatment. 

The great length of the kiln is not apparent in the actual buildings, because it is so designed 
that it really forms a more compact structure than similar kilns of the ordinary type. 

For burning facing bricks, ornamental bricks, terra-cotta, and other similar 
goods in which the colour and appearance are of very great importance, diffi- 
cuiiies have often been experienced when continuous kilns are used, and it has 
oeen generally maintained that single down-draught kilns were essential for the 
production of articles of good colour. 

This is quite a mistake, for by arranging a continuous kiln specially for the 
purpose, goods equally beautiful in appearance to any produced in single kilns may 

obtained. 
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It is quite true that an ordinary continuous kiln will not tlo for this purpose without alteration, 
for it is designed chiefly with a view to economical working, but with a suitable arrangement of 
fires and flues {Fig. 23), especially those for the introduction of warm air and the removal of steam, 
the best results may be obtained with an expenditure of fuel not more than three-quarters, and 
frequently less than half, that needed in a single kiln. 

The most suitable kiln for this class of work is one in which the draught is 
partly horizontal and partly downward, fireplaces being provided for burning the 
fuel, and each chamber se[>arated from the others by permanent partitions, in 
which, however, damper controlled openings may be made so that the “waste” 
gases pass direct from one chamber to another. 

The production of a good colour in bricks depends primarily on the material 
used; but assuming that this is suitable, the most important requirements are 
(1) that the goods shall not come into contact with the flame or ashes from the 
fuel j (2) that the goods shall be raised to a temperature above that of boiling 
water before coming into contact with gases produced by burning fuel ; and (3) that 
the goods shall be supplied with sufficient air at certain stages of the burning, 
this air supply being capable of accurate regulation. 



Fuj. 23.— Crosj Sections of “ Statfordshirc ” Kiln showing Hot-Air Flues. 
(By courtesy 0/ Meat •> Dean, flctheriu^ton, «S^ Co.) 


To fulfil these contlicions it is necessary, chiefly, to warm the goo<ls thoroughly willi pure air 
before connecting the chamber containing them to the circuit of the kiln, arid the key to the whole 
position lies, therefore, in the means supplied for the provision of hot air in any quantity, and at 
any time it may be needed (p. 220). 


FUTURE PROGRESS 

In building bricks, the chief progress made by the introduction of machinery 
and modern methods has been in the direction of producing bricks of more accurate 
shape, or greater strength, and of more regular colour and pleasing appearance, 
and yet all these advantages, great and notable as they are, have been accompanied 
by such remarkable reductions in the cost of production that in some districts 
good bricks could be obtained in 1914 for sixteen shillings per thouMnd The 
average cost in other parts of the country is little more than half what it was some 
thirty years ago. Future progress will probably result in the still further replace- 
ment of human labour by mechanical devices, in an extension of the use of con- 
tinuous kilns, and in endeavours to secure large outputs throughout the year, 
instead of closing down during the winter months as so many brickworks now do. 
The great increase in the number of Associations, whose chief object is to regulate 
selling prices, may also have an important influence on the future develojjment 
of brick-making. 
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LIME-SAND BRICKS 


Jamks Shelton, F.I.C 
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Lime-Sand Bricks.— It has been known for many years that a mixture of 
slaked lime and sand will dry to a solid mass which hardens very slowly on exposure 
to the atmosphere, owing to recarbonation of the lime. Partial combination 
between lime and sand can be induced by submitting an intimate mixture to the 
action of steam under high pressure. This production of a calcium silicate (or 
alumino-silicate) cementing together the grains of sand is the essential feature of 
the process for the manufacture of lime-sand bricks. 

The sand should be free from more than 5 per cent, of clay and dark 
particles, but i or 2 per cent, of clay is advantageous, 

h was at one dmc considered desirable tltal the sand used should contain soluble silica, but this 
lias since been found to be unnecessaiy. Hence quartz sands are now used extensively, and it is 
tto longer considered that fekspar sands containing 5-7 per cent, of soluble silicic acid are the best 
raw materials for lime-sand bricks. 


At least 10 per cent, of the sand should pass a sieve of 150 mesh, and ail of it 
Should pass a 20-njesh screen. With increasing percentages of fine sand the 
^onipressive strength of “the bricks is diminished, whilst their tensile strength is 
Increased. To obtain the best results, however, it is necessary to grade the 
thoroughly, as the preponderance of many particles of anyone size 

IS Qeteterious. 

sili should be as pure as possible. Magnesia if present combines with 

3 to form a silicate, which is said to have less mechanical strength and to be 
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less resistant to frost. Further tests are necessary on this point, as many excellent 
bricks have been made using dolomitic lime. 

Bricks made with hydraulic limes (see p. 82) are inferior, this form of lime being quite unsuitable, 
as it does not slake properly. 

The slaked lime is mixed with 10-30 parts of sand in mills similar to those 
used for mortar mixing. 

In the Schwartz process {Ettgi^ring News, 1903, XLIX,, p. 179) sand is dried and mixed 
with unslaked lime in a vacuum mixing machine. Water is then added to slake the lime and make 
a plastic mixture. It is claimed that this process increases the strength of the bricks. 

The wet mixture of lime and sand is moulded into bricks under a pressure of 
from i-tj tons per square inch. The bricks are then placed on waggons and 
are run into the hardening chamber where they are submitted, for about eight 
hours, to steam at 180° C. and 10 atmospheres pressure. The autoclave or 
hardening chamber is 30-45 ft. long and 5-6 ft. in diameter, and is constructed 
of boiler plate. The bricks, after leaving the boiler, are then quite ready for 
the market, but they are usually allowed to remain in slock for a short time. 

Specifications for lime sand bricks of the best quality require an average crushing strength of 
2,580 lbs. per square inch with a minimum of 2,560. Second (juality bricks should have an average 
crushing strength 0(2,130 lbs. per square inch with a minimum' of 1,920. It is interesting to compare 
these with an ordinary lime-sand mortar (l lime to 3 sand) which rarely has a crushing strength over 
200 IKs. per square inch. 

I.ime-sand bricks are more fragile and in some ways inferior lo bricks made of clay, but they .ire 
stronger than London ttock brick^ and being readily made in districts devoid of clay, they are very 
useful for most building purposes. Their porosity is similar to that of bricks made of clay, with 
the exception of engineering bricks, which arc purposely made non-.ibsorbent. Sand-lime stone, if 
well made, possesses great hom^igcneiiy and can be easily worked liy the mason. 

The cost of manufacture of lime-sand bricks is slightly less than that of bricks made of clay, but 
the difference is not appreciable unless the works are exceptionally well managed. 

The manufacture ot lime-sand bricks in the United States and in Germany is very extensive. 
In Great Britain it is small on account of the phenomenally low prices at which clay-bricks are snld 
in consequence of competition. In sandy districts where clay is not abundant, lime-sand bricks 
offer great possibilities, provided that the plant is properly devi.scd and constructed. Most of ihc 
failures have been due to ignorance or lo a wilful departure from the recognised essentials in order 
to produce them at a lower race. VV’hen rightly made, lime-sand bricks serve the same purposes as 
clay building bricks. 

Their manufacture is described fully, and the most important precautions necessary are mentioned 
in the only book in English devoted to the subject—** Bricks of Non-Plastic Materials,” by 
A. B. Searlc. 
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LITERATURE 

“ Treatise on Ceramic Industries,” Jty E. Ilourry (Translated l>y A. B. Searle) ; “ Leadless 
Decorative Tiles, F-Tfence, and Mosaic," by \V. J. Futnivalt '‘Roofing Tile Manu- 
facture,” by A. T. Ackworth ; ” Ericks and Tiles,” by F. Dobson and E. Searle ; 

‘‘ Das (iesamiDten Tonindustrie," by Bruno Ketl ; ” Industrie Ceramique," by 
Albert Granger. 

TILES 

Tiles are used for three entirely different purposes— (rr) for roofs and exterior 
walls; {/’) for pavements and floors; and (<■) for interior decorations. In each 
case a different material is employed, roofing tiles being made of plain clay burned 
to a moderate degree of hardness, but many of them being somewhat porous, 
whilst paving tiles must be as hard as possible, and should be completely im- 
pervious to water. Decorative tiles are almost invariably glazed, and are really 
earthenware or porcelain products (sec sections on Earthenware and Porcelain). 

Roofing: tiles bear a very close resemlilance to bricks (p, tpp), and are 
manufactured in a very similar manner, the processes being merely modified to 
.suit the production of tliiii .irticles. Sucli tiles .are made of the s.ime clays as 
bricks, but only the finer varieties are used, as the very coarse p.irticles present 
ill some brick clays would prove detrimcnt.al to tile.s on account of the thinness 
of the latter. 

No ficlailecl (lescriplinn of Ihc iimnufiiclure of roofing liles i.s nevtleil here ; the reader who 
refjuires further infornmlion should consull the lileraiure mentioned atiove. 

Paving tiles bear a close resemblance to stoneware (y.f.), and to the 
vitrified or blue bricks of Staffordshire (p. 200), and are m.tde in a similar manner. 

They arc usually cither ferra-coUa ted, lilue, or black in colour, hut some huff or yellow tile.s 
are occasionally u.sed for (he purposes of deerrration. Such tiles are made iu a manner similar 
to bricks or roofing tiles, but te»iuite sjiccial care in burning; if insufficiently healed they will 
be soft, and will wear ktdiv, bril if overheated they will twist and warp. The chief skill of the 
paving rib. manufacturer is, therefore, employeal in the selection of suitable raw malerials and 
tn heating them in a suitable manner. 

The nature of the taw materials is described under the caption Stoneware, 
but for paving tiles materials of a lower grade and containing more impurities than 
tho.se employed for the better qualities of stoneware may be used. 

In order to obtain -highly decorative inlaid patterns, encaustic tiles are 
made, These ^re produced in mauld.s with separate division.s. Clay slip or 
powder of one of the colours to be used is placed in the desired divisions of 
' ^ mould, and other clay slips or powders of different colours are placed in 
other divi.sions, this proce.ss being repe,ated until all the divisions are filled with 

e appropriate colours and pressed if necessary. After the tile has been removed 

''01, . II.— IJ 
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from the mould and its surface cleaned, the pattern (in colours) will be visible, 
and on burning will be clearly defined. 

As different clays shrink differently it is necessary to use skilfully prepared powders and slips 
in order that all may have the same shrinkage on drying and burning. 


Glazed tiles are used in increasingly large quantities for decorative and 
hygienic purposes. Most glazed tiles are of an earthenware character and are 
made in a manner very similar to earthenware (p. 157). 

It is possible to glaze red-burning clays such as those of which bricks are made, but the 
difficulties connected with the use of such cbiys arc usually sufficiently great to render the 
employment of the mixtures used in earthenware manufacture preferable for glazed tiles. 


For hospital use and for some technical purposes, it is necessary to use tiles 
made of fire-clay and glazed with a hard-fired, leadless glaze, as such tiles are 
more resistant to acids and variations in temperature than are those made of 
earthenware and covered with a more fusible, plumbiferous glaze. 

Very large tiles (/>., those measuring 
more than 12 k 12 in.) are also made of 
the same materials, further particulars 
of which are described under “Glazed 
Bricks” (p. 200), or “Sanitary Ware” 
(P- 194). 


The manufacture of very large slabs of glazed 
ware is accompanied by many difficulties, the 
chief of which are due to the tendency of clav 
to twist or warp when heated in the kilns'. 
For this reason it is essential that such slabs 
should not 1« too thin to resist this twisting 
aciion. Unglazed slabs may sometimes be kept 
... . u II , I . , weighting them when in the kiln, hut us 

nothing must be alloiyed to touch a glazed surface when the goods are being fireti, this raelliod 
cannot be applied to glazed slalis ot large glazed tiles 


Fig. I. — Tiles in Sagger. 

{A/Ur £. Bourry.) 


ARCHiTECTURAL TERRA-COTTA 


There is, at the present time, an enormous demand for large masses of burned 
clay-— both plain and ornamental — for the exteriors of large and semi-public 
buildings, particularly in industrial centres. In some localities the natural colour 
of the burned clay is preferred, and terracotta is therefore used; but in olht:r 
places a light coloured or almost white glazed surface is desired, and for this 
purpose what is known as glazed terra cotta is employed. 

Ordinary terra-cotta is made of any clay which has a sufficiently uniform and 
pleasing colour when burned. The beticr kinds of brick and roofing tile clays 
(p. 145) are, therefore, used In its manufacture. 


Ordinary terra-cotta blt^ks arc, in fad, exceedingly like barge bricks, and are made in a very 
similar manner, the chief difterences m manufacture being the moulding by hand or the diioct 
carving or modelling of ihe block from a mass of clay p.ste instead of using mechanical means 
for Its pioduclion, and the special precautions required in order to prevent irregular shrinkage, 
twisting, or a blotched appearance of the blocks. These details are, however, outside the scope 
of the present work, and the reader who requires further information must consult an expert on the 
subject or read some of the works mentioned under the caption Literature on pp. 151, 199, and 225. 

Gl^.ed terra^rotta must usually be made of a more refractory clay than that 
used for unglazed terra-cotta, as the only glazes applicable to the latter are seldom 
able to withstand the action of the British climate, especially the atmosphere in 
large towns with a manufacturing interest. Hence the general use of glazed terra 
cotta made of fire-clay or covered with a hard-fired glaze similar to that used for 
s*itary ware, but of a less glossy character. 

are ** I'lcasant, so lhat the glazes actually used 

are purposely made deficient m fusible matter or fluxes, and in this way they produce a scnii opaque, 
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dull or even matt glaze. The essential constituent of these glazes is felspathic material, the 
fusibility of which is modified so as to suit the requirements of the case by the addition of various 
fluxes, such as whiting, or of opacifying .and shrinkage correctives such as clay and flint. 

Hollow partition blocks are a form of arcliitectural terra-cotta which has met wiih very 
extensive application during the past- few years. They are chiefly used for the filling of wall spaces 
in buildings of steel or concrete, and are economical in erection as well as possessing other advantages 
such as lightness combined with highly sound-proof properties. Such hollow partition blocks are 
made by expressing the clay paste through a special die in a manner similar to the manufacture 
of sausage, tne hollow portions being formed by cores inserted in the mouth piece and the blocks 
being cut to a !-uitabl€ length. In order that the walls may be sufficiently soft and tenacious for 
nails to be driven into them, the clay is usually mixed with a considerable proportion of fine 
sawdust ; this burns away in the kiln, leaving a porous material which is very light and is admirably 
suited for inside work. 

Flooring’ blocks of terra-cotta are extensively used in concrete construction. They closely 
resemble the hollow partition blocks just mentioned, and are made in a similar manner. Their 
shaps varies greatly according to the ideas of the architect or engineer using them, some preferring 
rectangular blocks whilst others prefer pipes of triangular or half-round section. As the terra-cotta 
is buried- in concrete its appearance is of small importance, and so long as it possesses the required 
strength it is immaterial of what clay it is made. In the majority of cases, however, such flooring 
blocks are made of plastic red-burning clay with or without the addition of sawdust. 
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REFRACTORY MATERIALS 


By Alfred B. Searle 


LITERATURE 

"British Clays, Shales, and Sands,” by A. B. Searle; “Modern Brickmaking^/'' by A. B. 
Searlo ; “The Clayworker's Handbook,” by A. B. Searle; “Refractory Materials: 
their Manufacture and Use,” by A. B. Searle; “Treatise on Ceramic Industries,” by 
E, Bourry (Translated by A. B. Searle); “ Feuerfesten Tone,” by C. Bischof; 
“Fabrikation der feuerfesten Sleine,” by F. Wernicke; “Handbuch der gesammten 
T'lnindiistrie,” by Bruno Kerl ; “ Tonindustrie in» Glasbiittenbetriebe,” by H. 
Schnurpfdl ; “Ccsammelle Schriften,” by if. Seger. , 

Ainericiin refractory clays are described in “Clays, their Occurrence and Properties, by H. 

I'ht Jountixi of fhe SooU'tv 0/ Cheinuutl IudHxtr\\ The British Chiywoeher^ The Bruk and 
Potteiy Tradrs' Journal, The Journal of Cas IJyhliny, and the 6 'itr World contain the 
njost recent publication.s on rcfraciory materials with abstracts from the chief foreign 
books and journals. The Transailions of the English and Ameiican Ceramic SocieUes 
also contain occasional papers on the subject. For further references Branner’s “Biblio- 
graphy ’■ of Solon’s ••Ceramic Literature ” .should be consulted. 

Raw Materials.— The essenlial characteristic of any refractory material is 
that it must withstand the action of high temperatures for as long a time as the pur- 
poses for which it is used may render necessary. 

Bricks are not considered to be fire-bricks if they begin to melt at a temperature 
lower than 1,580“ C. 

In pracricc, however, other considerulions are also to be taken into account. Thus, .1 fire-brick 
niiiy, of itself, be able to resist the highest temperature to which it is exposed, but it may be less 
valuable, for some purposes, because il is unable to resist the cutting action of the furnace gases or 
slag like another fire-brick which is less resistant to a high temperature alone. For this reason 
many fire-bricks are in use at the present time which are not distinguished for their remarkable re- 
fractoriness when heated in a clean atmosphere, but \Yhich do possess an exceptional resistance to 
the actual conditions which prevail in the funiacci or other .structures in which they are employed. 

One of the first considerations in selecting a fire-brick or other refractory article 
should therefore consist in ascertaining precisely what are the conditions under 
which the brick or other article will be used, and the various forces to which it is 
desired it shall be resistant. 

Thus, a metallurgical furnace will usually involve the production of a considerable amount of 
slag of a Ijasic cliaractcr, and this will rapidly atuck any purely siliceous lining, but will have a 
far smaller action on a lining made of a highly aluminous clay. If the nature of the operation in- 
volvcs the production of ackl or neutral products, on the contrary, a more siliceous clay (which is 
cheaper), or even a comparatively pure silica or ganister may l>e used. In the construction of flues 
and boiler settings, on the other hand, the chief difficulty is to find a nraterial which will resist the 
cutting action ot the dust in the gases and the retlucing action of the gases themselves. For such 
purposes it is therefore more imiwrtant to have a close-surfaced brick of a hard and strong nature 
rather than a Soft and porous surface made of a material somewhat more resistant to the action of 
heat alone. 

The selection of a refractory material must therefore depend on the purposes for which it is to be 
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used, and in cases of doubt it is wise to obtain cxj^ert advice upon the subject, or at least to inform 
the manufacturers of the bricks of the purposes for which they are irvtended. Thus, coke ovens and 
cement kilns are lined with bricks rich in aiuiuina, gla^ tanks arc made of siliceous clays, and basic 
furnaces must be lined with basic bricks. 

The raw materials used in the manufacture of refractory goods such as fire-bricks, 
gas retorts, glass makers’ pots, furnace linings and crucibles, etc., must necessarily 
possess a sufficient resistance to heal to enable them to be used for the desired 
purpose. It is, in fact, generally recognised that no material which shows distinct 
signs of fusing when heated to a temperature of r,58o‘’ C. should be regarded as 
refractory, and should therefore be excluded from the mixture of which refractory 
goods are made. The one exception to this is whpn the goods are made of non- 
plastic material and a binding agent is necessary to unite the particles together ; 
this binding agent cannot as a rule be refractory, as its purpose is opposed to the 
properties possessed by refractory substances. The ideal binding agent is, however, 
one which is affected by heat until in a slate when it binds the particles together, 
but after this it combines with the particles themselves in such a manner that the 
action of heat upon it is no longer observable. 

The basis of all refractory articles is either fire-clay, one of the various forms of 
relatively pure silica which occur in nature, or an infusible oxide such as alumina, 
lime, or magnesia. The fire-clays occur chiefly in the Coal Measures, in intimate 
association with the coal scams, but those in some districts, such as around Stour- 
bridge, in central Yorkshire and in the West of Scotland, are superior to most of 
the fire clays found in other localities. As already remarked, however, it is not 
necessarily the most infusible clays which are the most resistant under given teclv 
nical conditions. Fire-clays are distinguished by their relative freedom from lime, 
magnesia, potash, soda compounds and iron, though they usually contain small 
proportions of each of these substances. 

No direcl connection ha.s yet been found between the composition of a clay and its re.si.stance In 
heat, but this may be due to the difficulties experienced in accurately measuring the effect of bent 
rather than to the absence of such relationship. Several investigators have found an approximate 
connection between the composition of the purer fire-clays and their softening temperatures, hut the 
difficulty of ascertaining the temperature at which a fire-clay begins to melt and the ease with which 
erroneous conclusions may be drawn on account of the complexity of the clays and their low con- 
ductivity of heat, prevent any accuiate relationship being found at the present time. There is, in 
fact, considerable scope for investigation of this relationship, imt tiie research would have to he 
taken up by men sufficiently well acquainted with the difficulties and peculiarities of tlie problem, or 
erroneous conclusions would almost certainly be drawn. For instance, it is commonly understood 
that clays do not possess a single melting jjoint, Imt fuse over a range of temperature, instead of 
sharply, as do sulislances of definite chemical composition. That this statement is incorrect is by 
no means impossible, notwitiistanding its apparent agreement with experience, for if it be postulated 
that the conductivity of clay is so low that an abnormally long lime is required for the whole of the 
mass to attain to a given temperature, it will readily lie understood that the apparent range of fusion 
i-S entirely due to the low conductivity of the clay. The abnormal behaviour of very small pieces uf 
clay rather confirms this postulate, though the difficulty of avoiding irregularities in composilicn, 
when very small fragments are examined, increases the difficulty of drawing accufatc conclusions. 

Whilst, therefore, the composition of a fite-clay as revealed by analysis will not 
necessarily indicate its refractoriness, it may be generally understood that all the 
more refractory clays do not contain more than 3 per cent, of basic oxides such 
as lime, magnesia, potash, and soda (the last two being commonly considered 
together under the term alkalis). Iron compounds behave peculiarly in fire-clays 
but it is seldom that more than 2 per cent. — calculated as ferric oxide — is permis 
sible, and a much smaller proportion is generally more desirable. 

In consequence of the small proportion of iron present (and that usually in the 
form of pyrites), fire-clays do not bum red as do most building bricks, but produce 
goods of a pale buff or cream colour, their appearance being often spoiled by small 
black spots due to the reaction of the ferrous sulphide, derived from the pyrites, on 
the clay. 

These spots are not produced unless the clay has been healed to a somewhat high temperauin- 
and some makers of fire-bricks therefore bum their goods at temperatures not exceeding 1,200 t-i 
users are, however, gradually realising that the black spots which disfigure the surface of bricxs 
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burned at higher temperatures are really an iddei of the temperatures reached in the kiltt and are 
thus, indirectly, a testimonial to the refractoriness of the bricks. This is particularly noticeable in 
the case of the Glenboig bricks which are among the most heat-resisting bricks known. 

Instead of an analysis, it is preferable for the purchaser of fire-clays or refractory 
goods to have the results of the action of heat on the material ; this usually takes 
the form of a statement as to the “softening point” (often, but inaccurately, termed 
the “ fusing point ” or “ melting point ”). This is determined by making the material 
into the shape of a small pyramid whose height is about five times its base and 
heating it slowly in a suitable furnace- The temperature at which the apex of the 
pyramid bends over and touches the base is regarded as the softening point. 

To obtain the best results it is necessary to make the pyramid of a .special shape and it is 
advisable, instead of measuring the temperature, to compare the behaviour of the sample with that 
of Seger cones and to report the softening point in terms of Seger cones. The Institute of Gas 
Engineers, in their official spccikcalion, adopt a somewhat different definition, inasmuch as they 
regard the softening point as that at which the first signs of fusion can be observed in the sample, 
especially by a rounding of the edges. There is no very definite relationship between this and the 
bending just described, though the latter usually occurs at a temperature about 60“ C. higher than 
the former with the purer fire-clays. 

Other tests, which reproduce the conditions likely to be experienced in actual 
use, are very important. Among these, are the behaviour of the articles at 1,350” C. 
when under a load, when rapidly cooled, when cut with an emery wheel, and when 
covered with slag and re-healed. 

Fire-clay bricks and similar articles are made by moulding a paste pre- 
pared by mixing the finely ground fire-clay with powdered calcined fire-clay and 
water. The grinding is accomplished in edge-runner mills similar to those used for 
building bricks (p. 204) and the mixing is usually effected in open mixers (p. 205) 
or even in pug mills (p. 207), the vertical pattern being generally preferred to the 
horizontal ones used for ordinary bricks. 

The calcined clay or grog is used to keep the .shrinkage of the brick as low as possible, and also 
to give an open texture so that the fire-bricks will resist the disruptive action which sudden changes 
ia temperature have on fine-textured masses. (In the Continent, it is the custom to use a very 
large proportion of grog and only a small proportion of plastic clay, but the makers of refractory 
goods in Great hritaiu adopt the opposite procedure and claim that the Continental method is 
inapplicable to British clays. Extensive investigations of both methods by some of the most 
eminent specialist-! in Germany have convinced the Continental makers that tneir method gives the 
liest results, and lead to the conclusion that the opinion held by British manufacturers is due to lack 
of initiative rather chan to the abseime of suitable clays in Great Britain. Attempts by several 
enthu-siasts in this country to adopt wnat they tliought were German methods {though in reality 
they were defective imitations) have made other manufacturers unwilling to investigate the matter 
on a sufficiently extensive scale (see p. 234). 

Fire-bricks are moulded in wooden frames, the bottom of the mould being 
formed by the table on which the frame rests, and the method used is precisely 
similar to slop moulding (p. 206) as used in some localities for ordinary building 
bricks. 

The .fire-bricks or blocks are dried on steam-heated floors in a similar manner to 
plastic made building bricks, but if the blocks are very large it is necessary to 
exercise unusual care in drying them. They are burned as described on p. 232. 

ft is exceedingly difficult to make large numbersofbhKks measuring more than 2 ft. x 2 ft. x 2 ft. 
and above this size the cost (largely due to risk and difficulty in manufacture) soon grows out of 
proportion to the size of the blocks produced. Large hollow blocks arc somewhat easier to produce 
than solid ones, as they dry more uniformly and regularly and arc less subject to cracking. 

Gas retorts are “ built up ” around an internal core, which is lifted as the 
Work proceeds. They are built vertically, and great care and skill are needed to 
join the fresh clay on to the old, as the construction of a single retort occupies 
several days, and each length of 2 ft. or so must be allowed to stiffen before the 
lext portion can be added. 
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Glassmakers' pots are made similarly to gas retorts and like them require 
several weeks to dry. The drying cannot be hurried without serious risk of 
damaging the goods by the internal strains induced by irregular drying, and many 
precautions have to be taken, particularly during the earlier stages, to secure such 
large articles being dried uniformly. 

Considerable improvements have been made in methods of drying retorts and gtass pots during 
the past few years, but even with these the removal of the water is a slow and anxious process. 

Crucibles are made from a paste of similar composition to that used for fire- 
bricks, moulded in either hand-operated moulds or in a press similar to that used 
for pottery. 

For many purposes the addition of cartton (in the form of coke, coal dust, plumbago or graphite) 
is added to increase the thermal endurance of the crucible and also to prevent undue oxidation of 
the contents. 

The burning; of fire clay goods must usually be effected at a much higher 
temperature than that noce.ssary for common bricks or terra-cotta. Some fire-bricks 
are burned at as low a temperature as i,r8o" C., but for all except the lower grades 
of fire-bricks a higher temperature is desirable. The precise temperature must 
depend partly on the clay and |)arily on the purpose for which the goods are to be 
used, the wisest plan being to heat the goods in the kilns to such a temperature 
so that they will not contract appreciably when in use. 

This means that the manufacturer mu.t usually heat the goods to a higher temperature than that 
they will experience when used. Unless this is done, the goods will shrink or coniract, and this will 
tend to loosen the bricks if used for a furnace lining or to cause cracks in a glass pot, retort, or other 
large vessel. 

The kilns employed for refractory goods are usually single kilns of the hori 
zontal (“Newcastle”) or down-draught type (pp. 215-222), as these [termit of the 
very high temperatures being attained with comparative ease. 

At the same time, the use of single kilns from which the hot gases escape to the chimney at a 
teiii[jeraturc of t,tco* C. or atove are, obviously, far from economical in fuel, and chamtx'r klhis 
on the continuous principle devised by Hoffman (p. 218) arc l»cing increasingly used in the largtr 
works, as they save half or even three-i|uarlers of the fuel required by the single kilns. 


Silica bricks are made of ganister or other convenient form of silica rock or 
sand; the method of manufacture is, however, quite different from that used in 
making bricks of fire-clay. The material is crushed to powder (unless it occurs 
in the form of a sand, as in some parts of Wales), and is then mixed with a snt^ll 
quantity of milk of lime, the quantity added being such as to introduce not more 
than 2 per cent, additional lime into the bricks. The silica, lime, and water arc 
mixed together in a tempering mill, which resembles a mortar mill, but is mure 
strongly constructed, and by this means a sandy paste is produced. This paste is 
almost devoid of plasticity, and requires to be handled with some skill by the men 
engaged in moulding the bricks. 

The bricks are moulded by hand, in wooden moulds, or in metal ones, the 
material by compressing by means of a slnali plunger operated by a foot-treadle. 

Many atlcmpishave been made to utilise mechanical presses in the prixluclinn of fire-l'ric-^v.'i 
(both of silica and fire-clay), but many such liricks arc inferior to those made by hand.' The greater 
pressure exerciscfl hy the machine gives the bricks a dcn.ser surface, and makes them liable ^hcH 
or spall when exposed to varying temperatures. It is highly important that fire-bricks shouhl ha'C 
open a texture as the conditions to which they arc exposed will permit, and this i.s almost 
impossible when mechanical power-driven presses arc used. In the case of silica bricks liic 
throwing of the material into the moulds (a.s practised with fire-clay) is not sufficient to form ^ 
consolidated mass, but the pressure given to it roust on no account Ije more than is sufficient to fill 
the mould uniformly. 


' Mechanically prcs.sed fire-bricks arc very accurate and strong, .so that they are excellent for 
purposes, where the.se properties rather than a superlative degree oi refractoriness, are reijuircd. 
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Owing to the absence of plasticity, silica bricks may be dried quite rapidly on 
steam-heated floors (p. 212), or in a tunnel drier (p. 213), and are then placed in a 
yin to be burned. The kilns used for this purpose are the same as those used for 
fire-day (p- 232)1 but a considerably higher temperature is reached, silica bricks 
seldom being burned at a temperature below r,4oo° C., and a temperature of 
1,500° C. being generally preferable. 

Silica bricks rio not contract in use; on the contrary, they expand {owing, it is understood, to 
ihc conversion of the silica into tridymite), and it is, therefore, necessary to heat them in the kilns 
for a sufficient time, and at a sufficiently high temperature to prevent any further appreciable 
amount of contraction occurring when the bricks are in use. The remarks made on p. 232 with 
regard to the finishing temperature of fire-clay bricks applies with equal force to those made of 
silica. 

During the burning, the lime adde<l to the silica, tc^elher with any lime, magnesia, and 
“alkalis,” present in the material, combine with the silica and form fusible silicates which bind 
the less fusible parlicle.s into a strong mass. If ganister is used, the small proportion of bond it 
contains (about 10 per cent.} also aids in the binding of the refractory particles, and, in some cases, 
does away with the necessity of adding milk of lime. 

Only certain quartzites can be used for the manufacture of silica bricks: others split up loo 
readily when healed. The physical properties of suitable forms of quartzite are, therefore, more 
important than the results of a chemical analysis. 

Basic bricks are made by calcining magnesite to the point of incipient fusion, 
and mi.xing it with lightly calcined (or caustic) magnesia, forming it into bricks in 
a manner similar to that described for silica—but without using any lime — 
and burning in similar kilns and at a similar temperature. Dolomite bricks are 
cheaper, but not quite so refractory. 

^fagnesia bricks are chiefly used in furnaces where the slags are strongly basic, and would 
rapidly corrode linings made of silica or fire-clay, as in the Thomas & Gilchrist proce.ss for 
steel-making. Bricks made of lime h.ave been tried, but are more Oiflicull to produce, and more 
costly than those of magnesia; moreover, they arc more friable and less al))e to withstand the 
treatment to which furnace linings are necessarily subjected. 


Neutral bricks are sometimes preferred to those which are definitely basic 
(a.s magnesite bricks), or acid (as silica or fire-clay bricks). They are usually made 
of bauxite— a crude form of alumina which contains a considerable proportion of 
iron— or of chrome iron ore (chromite). The chromite bricks are made in a 
similar manner to silica bricks, various bonds being used instead of lime, and clay 
being the most generally successful. Bauxite bricks are made in a similar 
manner, but as the bauxite contains a large proportion of combined water it must 
be calcined before use. The calcined bauxite is then crushed to a rough powder, 
mixed with sufficient clay to fund it, and is then made into bricks by hand moulding 
(p. 206). The dried bricks arc afterwards burned in kilns at a temperatWe 
dependant on that in the users' furnaces, but seldom below 1,400” C, 

Bricks made of zirconia and of magoesium aluminate do nol fuse below 2,000° C., but are 
very cosily, blocks made of coke and tar compressed in moulds, .and burned h-irrl in a kiln, are 
also used for some furnaces. If Ihcy could oblained at a sufticicnlly cheap rate, bricks of fused 
pure alumina would almost ideal, and far sni^rior to the best brjeks now made. 

There is much difference of opinion as to the relative values of different 
refractory materials for furnace linings, but the scientific evidence available is 
c-xceedingly .small. In some instances there is no choice. It is, of course, 
^possible to use a siliceous or even a fire-clay lining for furnaces employed in the 
Ibomas & Gilchrist proco.ss of steel-making — but in many cases where a choice 
ooc's exist it is almost impossible to say which material is the most suitable for 
Ine purpose. 

As a general rule, the best fire-clays are more resistant both to heat anti to corrosion than are 
QB rf silica, but silica bricks arc often better than those made of inferior or “second 

tha^ Silica bricks are also more capable of resisting pressure at a high temperature 

of the close-textured fire-clay bricks now on the market, and are therefore better 
suiiall metallurgical furnaces. On the other hand, fire-bricks of good quality and 

in ten ^ "'*11 no* spall or break up so readily as silica bricks when ex]Msed to sudden changes 



234 


INDUSTRIAL CHEMISTRY 


Various attempts have been made to devise standards for fire bricks of different 
kinds, but none of these can be regarded as satisfactory, and for the present, at 
any rate, experience must be regarded as the best guide in the selection of 
refractory materials. 

It should be observed that wbal is quite suitable for one part of a furnace is not necessarily 
suited to another, and it is the practice among the better furnace builders to use different kinds of 
bricks in the various parts of the structure. Thus, llie outside of many furnaces may usually be 
faced with good building bricks, which are more weather-resisting than fire-bricks, and the upper 
part of the furnace may be built of a cheaper fire-brick than those used for the hearth or the parts 
which come into intimate contact with the hot metal or slags. In some cases the furnace is lined 
with dolomite and tar, or with ground ganister, rammed into position like concrete, this giving a more 
satisfactory result than a fire-brick lining, and one which can be more cheaply renewed or patched. 


Future Progress 

At the commencement of the war in 1914, British manufacturers of refractory 
materials were making slow progress and had only just begun to realise the 
extraordinary success obtained by the German manufacturers in similar materials. 
When the German supplies were cut off and the demand for refractory materials 
was increased very largely, the matter was taken up by the Ministry of Munitions 
and by numerous committees, with the result that manufacturers determined to act 
in greater unison than heretofore, and considerable progress was made within the 
next two years. 

In order that this progress may continue it is necessary that the manufacturers 
should be properly organised and that they should be provided with sufficient 
capital to enable them to carry out the necessary, yet highly complex, researches, 
The existence of many small firms with antiquated equipment limits the amount of 
progress which can be made in this branch of industry. 

The matter is fully discussed in a paper, “ Refractory Materials and the War,” 
published in the Journal of the Royal Society of Arts in 1915, and still more fully 
in “Refractory Materials, their Manufacture and Use ’’(see list of books on p. 229), 
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Glasses are bodies which Iwve been cooled somewhat rapidly from a high 
^’iiperature at which they existed in the molten state, so that on cooling they 
^Shiain amorphous in form, and partake of the nature of ** solid fluids." 

1 ° say they behave in many respects like a fluid though apparently solid. For some 
d is convenient to regard glasses as fluids of remarkably high viscosity, so that they flow 
ove 1 slowness and in many ways are indistinguishable from solids. The fact must not be 
lhat the glassy state is purely physical, and may have little relationship (if any) to the 
of the glasses, though commercially valuable glasses show striking analr^es in 
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Hence, the term glass is now largely confined to a group of silicates of well- 
known (ultimate) composition. 

Most of the glasses used in commerce are made by fusing silica (sand) with 
two bases, one of which is usually soda or potash, and the other lime, lead oxide 
or other oxide of a divalent metal. 

Much confusion of thought exists as to the chemical constitution of glasses ; by many people 
they are regarded as mixtures of various silicates, but there is much evidence in favour of regarding 
them as definite chemical compounds. The chief rea-son they have not been regarded as definite 
compounds is the fact that few glasses show a composition in which the various elements are 
contained in strict stoichipmelrical proportions, but even this objection i.s largely overcome if it j; 
realised that the molecular weight of glasses may be exceedingly high. In the ordinary calculation 
of formvihe, it is customary in inorganic compounds to reduce the mc’ecular proportion.s of each 
elenrent or oxide to the smallest possible numbers, and to round oil' any fractions so as to facilitate 
comparison. Thus, analyses of many glasses correspond roughly with such .simple formuhv as 
Na2O.CaO.6SiO.>, KaO.CaO.fiSiOo, K.p.I’bO.bSiO.^, etc,, but the variations from these definite 
formuke become ies-s if the molecular weight Ik? conceived as considerably greater than thii.ye 
indicated by the formulre. When the simplest conceivable fornmke are used, the number of .silica 
molecules varies between 2 and 6, and it U frer|uently difficult to understand why so considerable 
a difference in the proportion of silica .should make so little difference in the properties of the 
various glasses. If, on the contrary, glasses are conceived as having a much higher molecular 
weight (as, for instance, by assuming that there arc 36 molecules of silica in each molecule of glas,?) 
many of the difficulties ordinarily experienced in the study of glasses disappear at once, the unsatis- 
facloiy “rounding off*’ of the variation between the analytical figures and the ones corresponding 
to whole atoms is less imimrtani in Its effect on the result, and the general physical properties of 
the glasses can be more readily predicted. Moreover, such a conrention at cnee removes the 
glasses from their otherwise anomalous fK)sition in the classification of silicates, and facilitates their 
further study. 

Those glasses which correspond in composition to definite chemical compounds 
are known technically as normal glasses, but it was for a long time thought 
that no truly normal glasses could e.xist, but that they would rapidly crystallise 
(/>., devitrify), and lose their characteristic projterties. I.aler investigations, 
including those by Hovestadt, Zulkowski, and Fischer, have shown that many 
truly normal glasses can be prepared, if only the molecular weight is sufficiently 
high, and that these normal glasses have numerous advantages over tho.se of 
merely approximately normal composition. Numerous normal glasses of the 
following compositions have been prepared, and have proved ([uite permanent 
and satisfactory 

5 N a./J.yCaO. 36 Si 0 .j 
5K..6.7Ca<).36Si().. 

5 K.. 0 . 7 Pb(). 36 SiO.'. 

6K./ ). 2 rW ). 2ZnO. 2na0. 36Si( I, 
jNa. 0 . 3 K J f ). yPbO. 3( 'aO. jbSiU;. 

3 N a., 0 . 3 KoO 6 1 'bO. 36Si0.j 

It is important to observe that Bcnrath, so long ago as 1875, showed that most 
useful glasses (other than optical ones) are included between the limits— 

NiuO.C'aO.fiSiOa and 5Na^0.7Ca0,36Si0,_,. 

It is a matter of general experience that the simpler the composition and the 
smaller the number of atoms in the molecule, the more readily will the substance 
crystallise. This is equally true of the silicates, and is a further proof that the 
number of atoms in each molecule of glass must be much larger than is commonly 
supposed by those who represent the composition of glasses by the smallest 
possible number of atoms.' 

One of the most fruitful theories yet propo-sed in relation to the chemical con.slilutlon 
is that of W. and U. Asch, who surest that glasses arc complex silicic acids or the corresputidi^S 


’ As substances of low molecular weight crystallise readily whilst those of high molecular weigl^j 
are difficult to obtain in a crystalline form, it is obvious that the properties desired in glas.^^ 
be obtained much more completely in a compound of very hign molecular weight than in nnfi 
of simple constitution. This is particularly the case with the defect known as “ dcvilrificafio’'’ 
in which a simplification of structure occurs and crystals are produced. 



GLASS 


237 

salts with 32, 36 or more silicon atoms in the molecule. For the nrlmarv -.v ^ 
atoms in the molecule they suggest the formula— ^ primary acid with 36 silicon 
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In this formula the i»sitions marked with a + are either direct lionds between the silieon 
rings or arc those to which diba.sic and scsquioxide-fotining elements may he attached In thu 
formula the maximum number of Oil groups is shown, hut a eries o 7 adds with fewer OH 


whicli reduces the formula to— 
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This may be still further simplifiej by omitting the hydroxyl groups but leaving the “bonds/’ 
and representing the complex group SiagO^j, (which includes all the hexite rings and the connecting 
oxygen atoms^ hy 



which, if fully hydrated, corresponds to the formula t4l IgO. jhSiOa- 

Using this diagram, the formula of a typical soda-lime glass is represented by 


which corresponds to 
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It is clear that many isomers of this substance are theoretically possible, ami the precise 
arrangement of the various calcium, so<lium, and hydrogen atoms must determine the properties 
of the glass, these properties being dediicible from such formulae, and confirmed by those actually 
found in the glass itself. For instance, it is clear that in the above formula some of the calcium 
atoms must behave differently from the others, and the same remark applies to the sodium atoms. 

These formulx also show why a good glass cannot consist of sotliuni and potassium as the sole 
metals, and that a monovalent and a divalent melal are both necessary. 

Some of the silica rings can also be replaced by analogous ones of boracic, phosphoric, stannic, 
and other acids and their anhydrides, and various silica groups can be replaced by the anhydrides 
of stannic, titanic, ^irconic and analogous acids. In this way a numl)er of glasses of special 
properties may be produced, many of them being particularly valuable for optical purposes. 

A considerable amount of further research is necessary Ijefore the precise positions of some ul 
the various metallic atoms can l)e settled. This research must necessarily follow in directions 
analogous to those used with such conspicuous success in the study of the constitution of the 
benzene derivatives and other aromatic carUm comprmnds. 

The positions marked with a { in the foregoing formulae arc highly important inasmuch as acid 
groups and metallic oxides (either In the OUS or ic form) can enter the molecule there with remark- 
able effects on the properties of the glass, particularly as regards its colour and the action of light 
upon it. These positions are, in fact, the ones to which coloured glasses owe their special properties 
(sec p. 268). 


l)ehave in this manner. Geoffrey Martin has shown experimentally that precipitated silica, when 
dehydrated, has a cyclic formula corresponding to— 
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The action of heat during the clarification of the glass may cause the separation of the 
groups here shown ; the iKtnds thus set free unite with and satisfy each other, leaving the formu 
5Na.p.7Ca0.36Si02. 



GLASS 



8Na^0.2K20.4Ca0.Al-Py36Si02. 

These are isomeric variations of the formula corresponding (o the composition of “ Best Thuringian 
•jlass,” the three foregoing formula? lieing considered by W. and D. Asch to show ihe three isomers 
formed by Schott by keeping “ Best Thuringian Glass” for two yeais, by heating it to too* C. and 
hy heating it to the softening point and re-annealing it. It is probable that on heating to the 
soliening point, the compound A is formed, as the symmetrical distribution of the metallic atoms in 
it would account for its better quality and greater stability than compounds B and C. 

It is here assumed that on storing or heating, the alkali groups alone change places and that the 
‘hbasic and alumina ones are more strongly bound. That there is some truth in this assumption is 
^howti by the researches on the depression point of thermometers made of various glasses by Schott 
and otliers, indicating a change in the nature of the flass when stored or repeatedly heated and 
C'^oJed, Jn particular, Schott found that glasses containing |.x)tassium but no sodium showed little 
or 110 depression, and the absence of depression in glasses which contain sodium but no potassium. 
According to the formulce given above, such glasses do not permit the alkali groups to replace each 
odier, as would be possible if both sodium and potassium atoms were present, and the changes in 
e nature of the glass are thereby prevented. 

1 be effect of alumina on glass has been shown by Schott to Increase the facility with which the 
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glass can be worked in the blowpipe. Seger also studied the effect of alumina very thoroughly and 
found that it increases the fusibility, makes Che glass easier to work, and greatly reduces the tendency 
to devitrify or crystallise. Many manufacturers have also found that the presence of a small 
proportion of alumina greatly improve.s the working power of the glass. It has hitherto been 
difRcult to explain satis^ctorily how so small a proportion of alumina (seldom more than 3 or 4 per 
cent.) could make so much difference. Various theories of catalytic action, etc., have been proposed, 
but the position of the two aluminium atoms in the foregoing formula; explain the effect of the 
alumina on the glass far more simply and satisfactorily than any previously published theories : it 
binds the silicon rings together in a firmer manner than when no alumina or corresponding 
sesquioxide is present. 

The use of these forinukc also explains the curiously anomalous behaviour of alumina in gla‘<s. 
All the earlier writers on glass manufacture protested strongly against the use of alumina as makin|,' 
glass more difficult to fuse and increasing its tendency to devitrification. Later writers have 
expressed a different opinion, and Schott’s experiments have shown that some alumina in a glass 
greatly increases its working properties and gives it special facilities for being worked in a blowpipe. 
The fact is that if the alumina present is sufficient to occupy the positions marked with. a + in the 
foregoing formul.'e, the presence of it will be advantageous, but if it is otherwise combined it will 
facilitate the formation of alumino silicates, and these are of an entirely different character to glass 
and have a much stronger power of crystallisation, as well as a higher fusing jsoint. With very 
small proportions of alumina the + positions ate occupied by tins oxide, but with larger propor- 
tions other substances of an undesirable character are formed. The maximum proportion of alumina 
permissible can be calculaie<l from the formula of the glass; exjKrimcntally, it is found to be lesf: 
than 10 per cent, of the weight of the san<I used. 

These formulce also explain why glasses containing a small proportion of alumina are less attacked 
by chemical reagents than are alumina-free glasses. The form in which the alumina is added to the 
glass-mix is important; clays are unsuitable, the l>est form being felspar or sands containing 
fclspalhic matter. Pure alumina may also l)C used, if desired, but is more costly. 

The well-known fact that glass is attacked by pure water more strongly than by acids, and mure 
by weak acids than by strong ones, may he explained by the use of the foregoing formula.'. It is 
probable that water alone causes primary alkali to l)e separated from the molecule, and this free 
alkali then reacts on the molecule and rctnoves some of the silica, forming one or more five-atum 
rings or peniites, this reaction having been frequently observed by W. and 1 >. Asch in other comple.\ 
silicates. With strong acids, on the contrary, the alkali is immediately neutralised, and ilie 
secondary action is prevented. 

The cause of the deTithfication or crystallisation of glasses has long been a subject of investiga- 
tion and theorising, but without much satisfaction. Griper examined the devilrified glasses produced 
ai a large Austrian works very thoroughly and found that the chemical composition of the amurphuus 
and crystalline portions were identical. Other inve.siigators have also proved experimentally that 
the theory, which was at one time very popular, that the crystalline portion sfks more siliceou.-: thaii 
the original glass, is untenable, and that no change in composition (as represented by analysis) occurs 
on devitrification. At the same time the physical properties <»f the two portions differ greatly ; the 
crystalline portion is less fusible and more soluble in acid than the original glass. The use of the 
foregoing or analogous formulae enables the cause of devitrification to be explained in accordance 
with all the experimental evidence available, as the formation of a stable com)x>und from an un'lahk* 
one by the loss of .1 simple constituent, such as w<jllastonite (calcium silicate) and not as a mere 
rearrangement of the atoms within the molecule as suggcsltxl by Pelou/.e and others. 

That an almost endless series of glasses of similar composition may cx'st is shown by the enotnmus 
number of possible isomers deducible from the formulce previously given. The series may lie furtlier 
increased by the replacement of one or more of the silicon rings hy a similar ring c(>mpc)sctl of Utf n 
atoms or by the existence of rings containing only five instead of six silicon or boron atoms. 
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In addition to this, the fact that the materials used in the manufacture of glass are seldom 
pure, and therefore introduce other elements into the glass, .still further complicates the 
of the material finally prcxluced, and lends much colour to the l)elief generally held that are 
mixtures and not definite chemical compounds. A thorough study of the whole of the L 
experimental evidence appears to indicate that most, if not all, glasses consist essentially of 
comprands of consideiable complexity, and that the influence of the so-called impurities in the 
materials is only to increase the complexity of the ultimate compound so far as they are not remo' 
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during the manufacture of the glass or separate from it on prolonged storage, simultaneously 
causiiTg devitrification. At the same time, the manner in which many commercial glasses are made, 
and the imperfect way in which most of the published analyses have been carried out, render it 
exceedingly difficult to calculate the precise formulre to which the glasses really correspond. The 
impossibility, at present, of separating the chief substance of definite chemical composition from the 
others present in an ordinary glass of good quality still further increases the difficulty of deciding 
h()w far glasses are definite chemical compounds with other sulistances included in them in small 
proportions and how far they are complex mixtures of simple silicates. Tliis has led to glasses 
being regarded as mixtures or “solid solutions.” 

The ordinary “mixture” or “solid solution ” theory is based on three chief arguments : — 
(ij That mixtures of definite silicates melt below the mean melting point of the several silicates 
used, and sometimes below the melting point of any one of them. In reality, hov.'ever, a lower 
melting point may equally well indicate the formation of a fresh compound. (2} The separation 
from a siliceous melt of various crystals at different temperatures. Doelter has, however, expressly 
warned investigators against the fallacy of applying this method to silicates, as the prolonged action 
of heat necessary to secure the requisite quantity of crystals effects serious changes in the constitution 
of the material, and permits reactions to proceed which are unrecognised unless specially sought. 
Besides, the formation of crystals at a certain temperature is, of itself, no guarantee that the 
compound forming the crystals wa.s actually present in the fused mass; it was more probably produced 
by secondary reactions during the time required for the material to reach the given temperature. (3) 
The electrical conductivity of a glass decreases uniformly with the temperature, there being no 
break between the fluid and solid stale as is the case when crysials are formed. This fact merely 
shows, however, that no separation of crystals occurs under the conditions of the experiment, and 
cannot be regarded as showing the absence of a definite compound as the preponderating constituent 
of the glass. 

Recent investigation.s have shown that when glass is warmed to 300^ C. and 
subjected to a current of electricity, it becomes electrolytically dissociated into its 
respective electrons. Glass is so poor a conductor that the amount of dissociation 
h very .small, though it is quite perceptible when mercury electrodes are used, 
sodium amalgam being formed at the cathode. The composition 0/ the anode-ions 
has not been ascertained; but it has been proved that no gas is evolved at the 
anode, so that the most probable result of the electrodes is merely to remove some 
of the sodium leaving a more refractory glass. On heating the electrolysed glass 
in vacuo to its softening point it becomes turbid and an evolution of oxygen occurs 
equivalent to al^iit one molecule of gas to three molecules of sodium at the 
cathode. If glasses are solid solutions a far larger proportion of oxygen should be 
evolved. 

When a glass is healed, it passes through all <legrees of viscosity until it becomes quite inpbile, 
there being no sharply defined temperature at which it changes definitely from solid to liquid. 
Even at temperatures at which they appear to l>c solid, glasses are deformed gradually under severe 
stresses, though under .a sudden stress they act as brittle solids. Parker and Dalliday have found 
iliat the rate of deformation under constant stress is an exponential function of the temperature, the 
equation repre enling it containing an expression which varies with the composition of the glass. 
This absence of a well-defined melting point merely indicates that the constituents of glass have been 
under-cooled ; it does not necessarily show th.it glass contains more than one essential constituent 
as the supporters of the “mixture” theory suQjest. Phenol and many fused organic compounds 
of known constitution Irehavc like glass if cooled too rapidly for crystallisation to occur, or in the 
presence of small proportions of Impurity, yet it is never suggested that such compounds are 
“niixtures” or “solid solutions.” 

H the whole of the evidence is examined impartially, it will be seen that the “mixture” or 
” soVul solution ” theories only explain a very small proportion of the facts observed with re^rd to 
the constitution of glasses, and that they hinder rather than help the further progress of investigation 
of these substances. The theory that they consist essentially of definite chemical compounds, 
usually with an indefinite proportion of impurities and |)ossibIy of secondary compounds, on the 
roritrary, permits a number of prognoses to l)e made which are fulfilled by the results of experiments 
upon them, and this theory also enables a considerable number of the properties of various 
gasses to ])e explainetl in a more satisfactory manner than hitherto. It Is not claimed that aU 
commercial glasses are completely composed of a single compound in each case, though such a 
^^temeiH applies to most of the lx*tter qualities of the glasses now in use. In comparing the 
oaiyses of glas5e.s with the theotetiGally possible formulae dedudWeirami .them, it is important to 

im'T ’I'* extreme complexity of the compounds known as glasses, and the influence of 

uded impurities in many of the lower grades. This fact, coupled with the enormous number 
'^*^*Ppounds of similar but not identical composition, has been the chief difficulty in the 
to ih the definite nature of glasses as distinct chemical compounds, and has given ris« 

but generally-held, view that they are mixtures of various simpler compounds, 
ne following are the averse analyses of a number of typical glasses 
VOL. 
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Bad Thuringian glass - - - 69.90 [ ... 16.50 
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At first sight these analyses do not appear to indicate very definite compounds, but a careful 
calculation of the formula will show that (allowing for inclad^ impurities) the majority of them 
correspond fairly closely with one of the following formula; ; — 
aR2().^R0.36«{-r‘Si02 
cK^O.dRO. 30 w{jrS 102 + yRjOj) 

(where « indicates unity or any multiple of the nutnWrs 30 or 36 respectively). 

It is interesting to compare these analyses with the formula? given on pp. 237-239. It is also 
well to bear in mind that the presence of a small proirortion of impurity will often prevent a 
substance from crystallising ; this well-known fact is largely used in glass manufacture, and the 
strict adherence to the proportions of raw materials likely to produce glass of completely “ normal " 
composition is, therefore, avoided by many glass-makers. This does not alter the fact that glasses 
arc definite chemical compounds, though it docs make a study of glass analyses more difficult than 
would otherwise be the case. 


From the formulae shown above and on previous pages it follows that the 
proportions of the various ingredients used in the ni.inufacture of glasses must be 
confined within somewhat definite limits, and experience has shown this to be the 
case. ‘Thus glasses containing more than 80 per cent, of silica are of no commercial 
value, as they are very difficult to fuse and devitrify reidily; the successful produc- 
tion of articles from a fused mass of almost pure silica suggests, however, that a 
more extended research on these highly siliceous glasses will show that the devitri- 
fication is largely due to the use of an excess of metallic oxide rather than the 
impossibility of producing glasses wiili more than the percentage of silica just 
mentioned. That certain proportior^s of metallic oxide and silica will produce an 
unstable glass which readily devitrifies into a stable crystalline compound and a 
stable amorphou.s glass is readily prognosticated from the formulfe mentioned, but 
this can occur with any proportion of sihea and is not confined to those glasses in 
which the proportion of silica is unusually high. Experience has shown that the 
composition of the mixtures used for glass-making must be accurate within narrow 
limits, though the results of analyses of the finished glass do not correspond to the 
proportions of the raw materials used, it being almost impossible to make due 
allowance for the removal of scum, the action of the glass on the pots or furnace 
and the losses w 4 iich occur through volatilisation. 1'his last will usually amount to 
about 6 per cent, of the alkali used, apart from the more readily recognised volatile- 
consiiiuenls. 

Ii is now generally adiiiiued that the following molecular ratios express the limits between which 
iiH'-si cominercially u.scful glasses fall 


White glass for talde ware 
Bohemian crystal glass - 
1‘late glass ■ 

Tlint glass - 
Bottle glass • 


. Alkali (KjO). Silica (SiO,). 


5-9 

6 

30-60 

Under 12 , 

6 

30-90 

4-6 , 

6 

24-36 

2-6 1 

6 

20-36 


(Liiiiils very variable.') 


The properties of glasses are greatly influenced by the treatment they receive 
during various stages of manufacture and in the subsequent storage. If cooled too 
raikdly, glass becomes brittle and liable to fall to powder of its own accord on 
uccoum of the internal strains to which it is subject. 

This is well shown by the behaviour of Rupert’s drops which consist of drops of glass which 
“re moled very rapidly by allowing the molten glass to drop slowly into water. The interior of the 
'”as.s is in a slate oi intense .strain owing to its dilation having been prevented by the more rapidly 
cooled outer layer. Hence Ihe breaking off of even a minute portion of the drop will cause the 
remainder of the material to fall to powder with almost e.xplostve violence. 


' The recognised limits for champagne bottles (see p 243) correspond lo o-hR^O, I2.|8R0, 
•hR.O.„ 36810,. Glass for common bottles is not so rich in lime* and the usual limits for it 
Wtrespond to C- 6 R, 0 , 6-18RO, i-jRjO., jffSiO, 
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Some glasses crystallise when cooled very rapidly. If, on the contrary, glass is 
cooled too slowly it may devitrify. 

This is particularly noticeable if the glass is maintained for a long time at a temperature just 
below its softening point ; it will then crystallise out in small needles which will be found under 
the microscope to consist largely, if not entirely, of wollastonite ’ (CaSiO^), the residual glass having 
a composition dependent on that of the original mixture and on the duration and temperature of the 
heating of the glass. A refusion of the mixture, followed by a normal annealing, will usually effect 
the reformation of the original glass (see p. 240 and “ambitiy’’ below). 

Hot glass is so viSCOUS that it may be rolled like dough ; it may be blown into 
hollow vessels by the pressure of the human breath or by mechanically compressed 
air; it may be moulded into various shapes by placing it in an iron mould and 
blowing into the glassy mass so that it ex()ands and occupies the whole of the 
mould (this operation of shaping by means of moulds is technically known as 
pressing; it may be effected by means of a plunger where solid articles are desired). 
Hot glass is also so ductile that it can be drawn out into extremely fine threads of 
a beautiful silky lustre and capable of being woven into a fabric. These extremely 
fine filaments are known as spun glass. If the mass of glass is hollow before 
being drawn, tubes or pipes will be produced ; these are used for a variety of 
purposes, particularly in chemical laboratories. 

The working power of glass depends on its tendency to crystallise, its viscosity, temperature 
curve, and its surface tension. The most satisfactory glasses remain pasty over a long range of 
temperature, lead-glasses being superior to liroe-glasscs in this respect. 

According to Asch’s theory the working jrower of glass is dependent on the groups occupying 
the positions marked with a i- sign in the formula; already given. It also depends to some extent 
on the number of the silica groups in the molecule. Thus a wcll-knowi^ Knglish crystal glass 
corresponds very closely to the fonnula i2.5Kj;0.i2.5ri)(.).AL0;,.(36Si0.>)^„ and a Rlicnish 
crystal glass of even greater popularity corresponds to 2oK20.22Pb().ALO;,. (3^8)02)4. Both these 
glasses are noted for their remarkable working powers as comparc<l with the nornml crystal glass 
(dK.jO.dPbO.SdSiOo), and it ap|)ears highly proljable that their superiority is due to the greater 
complexity of ihcir molecular construction as well as to the alumina occupying the i)eoiiliar jiosiiion 
it does. The well-known properties of lead, hariuro, and certain other divalent metals of high 
molecular weight, in increasing the refractive index of glasses containing them, and the greatly 
.admired metallic “ring,” are apparently due to Ihc complexity of the molecule of the glass 
which these elements are able to produce. 

Homogeneity is an essential characteristic of all good glass. It is exceedingly 
difficult to secure, particularly in furnaces arranged to give a continuous supply of 
glass, though much may be done by carefully adjusting the sizes of the melting pots 
or tanks and by heating the glass to a sufficiently high temperature. 

A prominent characteristic of glass is its transparency, though this differs 
greatly with different specimens, some being purposely rendered opaque by the 
addition of infusible matter, whilst others arc opaque to certain rays of light. 
Most ordinary glass is opaque to ultra-violet and infra red rays; especially if it is 
rich in lead. Other glasses are now made which are transparent to particular parts 
of the spectrum, and to X and other definite rays. It is well known that the 
transparency or opacity of such glasses depends upon their composition. The 
optical properties of glass are largely due to its transparency, but are more con 
veniently considered separately (p. 263). 

The effect of prolonged heating on gla-ss is to lend to make certain compounds cry’s.allise (lUt. 
This fact is used technically in the production of a semi-opaque glass known as ambitty. which 
consists of ordinary glass permeated with micro-cryslalline matter in such a manner as to deprive 
the mass of its normal transparency, and to render it semi-opa<|uc. 

The density or specific gravity of glass varies with tlie molecular weight of 
constituents, and ranges from 2.25 for the lightest borate glasses to 6.5 for the 
specially dense lead-barium glasses. Ordinary glass has a specific gravity of 2-45 
to 3.00, and does not vary appreciably with the composition, so long as lead 
and barium are not among its constituents. 


’ The su^estion that this simple silicate is present in the molten glass is not well founded. 
is most probably formed by the prolonged heating at a moderate temperature. 
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On heating, the specific gravity is reduced, but the expansion of glass is very 
irregular and varies greatly with different types of glasses. 

For soda-lime glasses ihe mean coefficient of expansion lies between 0,000023 0.000027 

per 1“ C. The expansion of glass becomes important in the manufacture of thermonjeters and 
some other scientific apparatus, and also in the manufacture of lenses and other articles in which 
two different glasses are fused together. Tt is even more important in the manufacture of flashed 
window glass, enamelled glass, and in those cases (e.g., electric lamps) where metal is fastened to 
glass. Various methods of reducing the irregularity of expansion are now used in the manufacture 
of scientific apparatus, but a description of these is beyond the scope of the present article. 

(ilass of low expansion is very viscous, and if boric oxide is used to overcome 
this, it tends to make the glass soluble in water. 

The strength of glass has seldom been tested, and the published figures relate 
exclusively to special and little known glasses. 'Ihe brittleness of the material, and 
the changes induced by prolonged pressure, make any figures misleading. 

The thermal endurance, or resistance to sudden changes of temperature or 
to prolonged heating, possessed by glasses appears to depend partly on their com- 
position and partly on the treatment they have received. 

Readily fusible glasse,? are the most sensitive, and the nearer a glas^ approaches the composition 
of pure silica the more readily will it endure thermal treatment. In this respect, glasses resemble 
the more refractory clays and siliceous rocks, though the endurance of the latter is much greater 
than that of glass. 

The mean specific heat of glass is 0.177 o°-ioo* C, and 0.190 from o°- 

300“ c. 

Glass is a particularly bad conductor of heat, and therefore requires a considerable time for it to 
become heated uniformly. This is one cause of it cracking : it is so difficult to secure a uniform 
distribution of the heal unless the glass is exceedingly thin. 

The melting point of glasses varies with their composition, l)ut their con- 
ductivity is so low that it is difficult to obtain a sharp melting point, and this 
difficulty is increased by the presence of impurities and by the atomic changes 
glasses undergo on prolonged heating at a temperature near to their melting point. 

For most commercial purposes, glasse.s must melt between f,300* and 1,500“ C., but they mii.st 
remain pasty or vi.scous at temperatures far below this iti order that they may he worked con- 
venienily into the article.s it is <iesire<l to produce. Where cheajmess is the chief consideration, a 
re.-idily fusible glass is preferred, but such glasses lack the permanency of those of a more refractory 
cliaracler, and tend to devitrlfy and to be unduly corrodtm by water and other fluids. The most 
infusible glass ' is pure -silica which can only be firsed in the oxy-hydrogen blowpipe flame, or in an 
electric furnace .at atempcr.alure of i, 800^-2,000“ C., though it Wcomes soft and viscous at 1,600“ C. 

Glasses which contain both soda and potash arc more readily fusible than those which contain 
only one of these oxides. 

The hardness of glass depends partly on its composition and partly on the 
rate at which it has been cooled. Generally speaking, the higher the proportion of 
silica, lime, and alumina the harder will be the glass, but glasses rich in lead and 
soda or potash are frequently soft. Curiously enough, the soda glasses are usually 
harder than the potash ones. All glasses which have been cooled rapidly are 
covered with a film of harder material than the interior, but this is accompanied by 
such severe strains in the glass as to make the latter almost useless. 

These strains may l>e avoided, as suggested by Schott, who surrounds the glass with another of 
kss expansibility, so that both the exterio? and the interior glasses are hardened. Another method, 
iiiiise at present, consists in placing the glass between two metal plates, .so as to secure a 
^apicl and uniform loss t)f heat from every part of the surface and to prevent the edges cooling first. 
Copper sliecis give the hardest glass, iron sheets Wing inferior for this purpose. 

In 1874 M. de la Bastie published a method of hardening glass which has not, however, become 


Some authorities object to fused quartz being regarded as a glass, and it is therefore treated 
^^pii-rately on p. 270. 
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popular. It consisted in immersing the hot gla^ in oil at a temperature of 300° C., and then 
allowing it to cool very slowly to the ordinary temperature. Such glass can be dropped without 
breaking and is capable of standing very sudden changes in temperature. Its weakness lies in its 
unreliability, for if the smallest particle of glass is removed from the surface, as by a minute scratch, 
the internal forces in the glass arc set free and it falls to pieces with explosive violence {cf. 
Rupert’s drops, p. 243}. Such glass cannot be cut or ground. 


Brittleness is a defect in many glasses; it can only be avoided tty cooling 
them extremely slowly, i.e., by very skilful and careful annealing. 

If the cooling is too slow, however, the glass will be liable to devitrify (p. 240). 

The Chemical Properties of Glass. — A most important feature of the 
technically valuable glasses is their inertness and resistance to chemical action. At 
the same time, no glass is completely resistant, the actual decomposition taking 
place depending on the reagent to which the glass is exposed, the composition of 
the glass, and whether it is in a state of j>owder or a polished surface is alone 
exposed. 

In this connection, some very unexpected results may be obtained ; thus, as previously mentioned, 
glass is more resistant to strong acids than to weak ones, and more resistant to weak acids than lo 
water (p. 240). Glasses with a large proportion of soda or potash {someauihorilies say 15 percent.} 
are unsuitable for chemical purposes on account of the ease with which they are attacked. Many 
excellent optical glasses suffer somewhat from the ease with which they arc decomposed by moisture 
condensing on them, tloro-silicaie crown glasses are the most resistant to chemical action, and are 
therefore of special value for laboratory ware. Superheated water has a powerful action on all 
glasses, decomposing most of them to such an extent that all the contained alkali is removed, and 
leaves a calcium or lead hydro-silicate. It is difficult lo understand the behaviour of superheated 
water if the ordinary theory that glass is a mixture of simple silicates is maintained. If, on the other 
hand, glasses are ring compounds similar to those for which formula are given on p. 23S, the action 
of water is readily explained. The sodium and potassium groups are replaced by hydroxyl ones, 
but the calcium groups, being more hrmly bound lo the molecule, are not attacked. 

Strong acids have little or no appreciable action on most glasses, though 
some optical and other glasses rich in alkali are readily attacked. The only excep- 
tion to this is hydrofluoric acid, which unites with the silica to form a volatile silicon 
fluoride, and brings about a complete decomposition of any glass. Highly basic 
glasses are less attacked by dilute acids tharv glasses richer in silica; this is only 
true, however, if the basicity of the glass is due to oxides of the RO type, and not to 
those of the R^O group. 

Alkaline solutions attack some glasses more energetically than water or acids, 
as they displace some of the weaker bases, and break up the glass molecule into 
simpler silicates. 

Atmospheric influences have an important effect on window and other 
glasses unless special care is taken to produce a siifficivnlly resistant material. 'I’he 
most potent factor is the action of condensed moisture on the glass, but the u.sc of 
soaps containing alkali for cleaning the glass is also important in effecting its 
deterioration. 

The precise influence of the atmosphere on a given glass is very difficull lo deicrmine. R 
a.«ually tested, as suggested by Mylius,’ by ex|xising a carefully cleaned somple of the glass lo llic 
action of water for a definite period, and then treating it with an elhereal solution of iodo-cosin- 
The intensity of the red deposit produced hy the alkali set free is dissolved in wafer, and the 
of the solution is compared with that produced by the use of known quantities of alkali. Am’tl'er 
method consists in determining the U»s of weight suffered by the gla.ss when treated with water or 
with N/f acid, and affords another indirect mcans.of determining the resistance of the glass. 
and Forster found that 20 g. of glas.s powder, from which the finest particles had been remove<l, wlien 
boiled with 70 c.c. water n>T five hours lost the following weights ; — 


Zeits.f. anerg. Cketnie, 1910, 67, 200. 
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6Na20.6Ca0.36Si02 7.4 mg. 

9Na20.3Ca0.36Si02 42.4 „ 

io.sNa20.i.sCa0.36Si02 507.6 „ 

6Na.20.6Ca0.3oSi(^ (Rhenish window glass) - • - • 8.4 ,, 

5Na20,0.5K20.8CaO.3.5MgO.34SiOa (green window gla.s5) - 6.5 ,, 

0.5Na20.3.5Kg0.3Ca0.34Si02 (Bohemian chevaBer gkss) ■ ■ lo.i ,, 

4Na20.K20.Ca0.34Si0jj (defective Thuringian glass) - ■ 91.4 ,, 

6K20*|6rb0.36Si02 (lead glass from Ehrenfeld) - - ■ - 8.5 „ 

7Na20.4Ca0.3Zn0.36(Si02+ BgOs) (Jena thermometer glass) - - 6.4 », 


THE RAW MATERIALS USED FOR GLASS-MAKING 

As will have been understood from the foregoing remarks on the composition 
and general properties of glasses, the raw materials are essentially of two kinds : 
{a) substances of an acid nature such as silica and boric acid, and {l>) substances 
of an alkaline or basic nature such as soda, potash, lime, magnesia, baryta, zinc 
oxide, lead oxide, etc. Some glasses also contain other materiais, the behaviour of 
which it is less easy to define, such as alumina and oxide of iron, both of which 
attach themselves to the glass molecule, but in a different position to those 
occupied by the substances previously mentioned (see the formulte on p. 238). 
Various decolorising and opacifying agents are also added when desired. 

Glasses are essentially sails of complex silicic acids, the comhinatlon of the acid and base 
occurring only at a temperature of 1,300" C. or above. At this temperature, however, many other 
acids combined with .such alkalis and bases as soda and lime are decom]>i)sed, so that it is possible, 
in the manufacture of glass, to use the cheaper salts of the alkalis and bases rather than the bases 
themselves. Thus chalk or lime-stone are both decomposed at a temperature of about 700" C. into 
free lime, and as chalk and limestone are much cheaj^er than quicklime they are used by the 
glass-maker as a source of the latter material. This fact must be borne in mind in considering the 
raw materials employed. 

Silica is used in the form of sand, the purest available sands being used for 
the better qualities of glass, and somevrhaf less purer sands for the cheaper bottle 
glasses. 

The purest English samls are ohtainerl from laincashire, Berlfoidshire and King’s Lynn ; the 
cheaper sands may be used from the locality in which the works arc situated. The French glas.s* 
makers u.se Fontainebleau sand, which contains 99.98 per cent, of silica ; the best Engli.sh sands are 
slightly inferior to this, but selected portions reach this very high standard. In Bohemia, crushed 
quartz is used. 

It is very important that the sand should be sufficiently pure, as even a small proportion of 
sonic ingredients will prevent good glass l>cing made from it. Thus for sheet glass for windows 
not more than ^ per cent, ferric oxide i.s permissible, and for coarse bottle glass 2 per cent, or more 
will do no harm, but for the finest white crystal .and plate glasses the iron in the sand ought not 
to exceed 0. i per cent. 


Soda is usually employed in the form of SOdium Sulphate, a little carbon 
being mixed with it to facilitate the reduction of the sulphate, except in the case 
of lead or flint glass. 

Sodium carbonate is equally satisfactory for the purpose but is more costly, though the wise 
glass-maker keeps a sharp look-out on the relative prices of these two forms of soda. Sodium 
sulphate requires a higher temperature than the carbonate before it begins to react with the silica, 
an<l more of it is required (about seven parts of the sulphate are equivalent to five parts of the 
carlwnale), so that it is only when the sulphate is less than half the price of the carbonate that its 
use IS profitable. The sulphate and carbonate radicles pl.ay no part in the manufacture of the glass, 

it is only the metallic radicle which is important Common salt (sodium chloride) cannot be 
used on account of its great volatility which makes it commercially too expensive: otherwise it 
tracts with silica quite as eflccllvely as the other sodium compounds just mentioned. 

Sodium sulphate should never be used in highly coloured glasses as these require 
^ larger proportion of colouring agent than when sodium carbonate is used. 

Potash is used in the form of potassium carbonate, as this i.s the cheapest 
and most available form. In lead glasses (flint glasses) and in some coloured 
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ones where an oxidant is required, some potash is introduced in tlie form of nitre 
(potassium nitrate), but this is too expensive for general use. 

Substitutes for nitre have recently attained considerable importance. The most suitable are 
barium peroxide (see p. 249}, potassium chlorate and perchlorate. 

Litne, as already mentioned, is used in the form of carbonate (either lime- 
stone or chalk), but the hydrate is occasionally employed. 

It is important to avoid the use of dolomitic limestone, as this contains magnesia which increases 
the viscosity of the glass, and prevents it being so clear as when a purely calcareous limestone is 
used. During the healing of the mixture, each of these Hme compounds forms free lime, and it is 
the latter which attacks the silica (see below). 

Lime (and its compounds) is the most uncertain ingredient of all glasses, and it 
is responsible for a large proportion of losses in manufacture. 

Magnesia is not a common constituent of glasses, except in minute quantities 
as an impurity. When purposely added it is introduced in the form of lightly 
calcined magnesia. 

In French liollow-ware, the proportion of magnesia is sufficiently large to be important. It is 
not added purposely, but is due to the use of dolomitic (magnesian) limestone instead of a jmre 
calcareous stone. Magnesia makes the glass more difficult to melt but increases the range of 
temperature through which it can be worked. The great objection to its use in large proportions is 
that glasses containing it are difficult to heat sufficiently to make them properly fluid in the refining 
sis^e, so that they do not "clear” properly unless special precautions are taktn. Magnesia also 
increases the tendency of glass to devltrify. Irr proportions of less than jo per cent., the efiecis 
just mentioned are unimportant, and are counterbalanced by the strength and resistance to water 
possessed by glasses containing magne.sia. 

The magnesia molecules occupy the same positions in the glass molecule as those of lime, 
but if ihe lime is entirely replaced by magnesia a glass is obtained which has so rapid a rate of 
cr)'Stallisation that it devitrifies loo ir.ucb to be commercially valuable. 


Zinc oxide may be used to replace lime and occupies the same positions in 
the glass molecule. It increases the refractive index of glasses, but not nearly so 
much as lead or baryta. Zinc oxide produces glasses with a small coefficient of 
expansion, great strength, and very low solubility in water and is, therefore, valuable 
as a constituent of laboratory glass and for thermometers. It cannot be used in 
large proportions, as zinc glasses devitrify with great rapidity. 

In thU connection it is interesting to notice that the addition of zinc oxide to pottery glazes is 
one of the easiest means of producing the beautiful crystalline effects which are so much admired. 
Zinc oxide tends to produce a yellow colour in glass, especially if ihe latter is overheated ; this cau 
be neutralised by a small proportion of nickel oxide. 

The presence of zinc oxide in a glass lightens the lalmur of working by making the gloss more 
ductile ; it gives sharper outlines to moulded or pressed glass and a better finish. At the present 
time, however, it is chiefly confined to lab)ratory and optical glass and to that for thermometers. 


Barium oxide or bar3rtd is characterised by the high atomic weight of the 
metal it contains, and in consequence of this it gives density and lustre to glasses 
in which it occurs. It raises the melting point of mixtures in which it is present, 
so is not used for the commoner kinds of glass, but is greatly valued for special 
ones. 

Baryta was first used in glass mixtures in 1829 by Dobereiner, but it is only 
recently that its valuable qualities have been recognised, It is chiefly used in 
hollow-ware, cryslal-w'are, special, glasses, and for pressed glass. For liie last named 
it confers just those qualities which are most desired, and is specially used to_ replace 
part of the lead. For platg glass, its use is accompanied by difficulties which have 
not, at present, been overcome. The chief drawback to the use of baryta is iis 
tendency to devitrify in the absence of zinc oxide, and to settle to the bottom of 
the molten glass. 


It is customary to employ precipitated banuni carbonate as the means of introducing barium, 
as the sulphate induces an opaque frolhiness which is not easy to remove. At the temperature of 
reaction, the carbonate and sulphate have both decomposed, and the active material is barium 
oxide. In many ways baryta liehaves like lead oxide in the glass and may replace lead or lim*^* 
but not alkali. 
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Lead oxide is one of the chief constituents of flint glasses. Several oxides 
and carbonates of lead exist, but the one generally used by glass-makers is red lead, 

PbA* 

It is often contaminated with brick dusl and other adulterants and should be tested before use. 
Lead compoands are easily reduced, and in the manufacture of dint glass it is necessary to avoid 
reducing conditions in the furnace. For this reason the addition of oxidants (such as nitre, p. 248) 
is usual. Lead glasses are improved by chilling in water and re-nielting (dragadiflg), as the 
additional healing converts iheni into more stable ones, possibly isomeric with those produced in 
the first heating. 

Barium peroxide (BaO.,) has proved to be a very satisfactory substitute for 
nitre. It has the advantage of evolving oxygen at a higher temperature than nitre. 
Owing to the high atomic weight of barium, barium peroxide should be used for 
each part of nitre it replaces. 

Boracic or Boric Acid.— The chief characteristics of boracic acid are similar 
to those of silica, but the glass produced is much more fusible than a pure silicate 
glass. 

Like silica, boracic acid at a red heat liberates lime from calcium sulphate and displaces other 
strong acids. Boracic acid is even stronger than silica in this respect, and so is a valuable refining 
agent. By producing a more fusible glass, boracic acid also facilitates the “ cleiring ” of the molten 
glass. Its chief disadvantage is that it is volatile in the presence of steam and should therefore be 
added after all the combined water has been driven from the glass mixture, the boracic acid being 
added in a calcined state. Another disadvantage is the avidity with which borate glasses attack Ihe 
pots nr tanks in which the glass is melted, producing a turbid or seedy {p. 260) glass. 

Although boracic acid in many ways behaves exactly like silica— occupying the same position 
in the glass molecule and even forming boric rings— It can produce an increase in hardness and 
fusibility similar to the effect of alkalis ; this Is merely a coincidence. 

The low melting point of borate glas.ses is of great value in the production of 
glazes, fusible colours and enamels. 

Schott’s boro-flint optical glass, S7, composed of 12 per cent, alumina, 32 per 
cent, lead and 56 per cent, boric oxide, contains no alkali, lime, or silica— three 
substances generally considered to be essential constituents of glass — and shows 
that the borate glasses are in several respects quite different from the silicate glasses. 

Boracic acid is used in four forms : («r) as boricic acid, H3BO3, (i) as boric anhydride, B,P;i (see 
Vol, I., p. 355), (<•} as crystalline borax or sodium l)orate,' Na^B^O; loHjO, and 

(^0 as calcined borax, which may be in the form of a powder or as fragments of ‘‘borax 

glass,'' Each of these forms is equally useful though they contain widely different proportions of 
lx)racic acid. Borax cannot be used in glasses which are to be free from soda. 

There is much confusion among writers on glass making with respect to these forms of boracic 
acid and great care must be exercised in studying their works. Thus, it is not uncommon to see 
boracic acid prescribed when borax is meant, and vice versa. 'I'he water present also varies greatly 
as this is of no use in the manufacture of the glass, it is important to liave the boracic acid or 
borax tested before use. 

Ill small proportions, boracic acid increases the refractive index of glass, though it Is much more 
feeble in this respect than lead oxide. Hence boracic acid or borax equivalent to of the 

'''fight of sand used in the gla.ss mixture will appreciably increase the gloss and lustre of the glass, 
hut it is not used for the best hollow-ware or crystal glas.s, as it imparts a slightly yellow tinge. 
Aliove 30 per cent, boracic acid lowers the refractive index. Contrary to potash, soda, and fluorine, 
the blue portion of the spectrum is reduced in glasses containing boracic acid. Lenses made of a 
combination of boro-flint and of phospho-crown glasses are exceptionally achromatic. 

Borate glasses have a low coefficient of expansion, and so have a high thermal endurance and 
ate very suitable for ware subject to sudden clianges in temperature such as lamp chimneys and 
ornamental glasses decorated by fusing several glasses on each other. 

Boracic acid also resembles silica in reducing the tendency of a glass to deviirify. 
f'lasses which contain free Iwracic acid, or in which this is the only acid constituent, are attacked 
hy water, so that a high proportion of boracic acid is rcc<^nised as a disadvantage. Some borate 
glasses arc highly resistant to air, water and acids, but are .strongly attacked by alkalis. Thus, a 
Jsna Gerale glass with 15 per cent, boracic acid is specially resistant to sudden changes of tempera- 
i''re, and to chemicals, and Jena lamp chimney glass with 24 per cent, is exceptionally resistant to 
^dden changes in temperature. 

Boracic acid in coloured glasses produces brighter and more uniform colours. 


^ The first formula is that of octahedral borax, which U formed when a supersaturated solution 
is evaporated slowly. Commercial borax is chiefly composed of Na^B^Of. loHgO. 
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Phosphoric acid, when combined with lime (as bone ash), is a well-known 
opacifying agent, hut the free acid behaves like silica, though producing glasses 
more readily attacked by water and so only capable of use for optical purposes. 

Boro- phosphate glasses are slightly more resistant than sUico-phosphale ones. Schott made many 
experiments with phosphate (crown) glasses bat without any strikingly successful results. 

Arsenic and Antimonic acids are used for two different purposes in glass- 
making : {a) as opacifying agents (p. 269) and {b) as refining or clarifying agents. 
For the latter purpose, only small proportions are used, and most of the arsenic 
volatilises and escapes in the manufacture of the glass. 

Alumina is present to a small extent in most glasses, but is introduced un 
avoidably as an impurity in the sand, etc., used. When added purposely, the 
hydrate (p. 49) is generally employed, though cryolite, AlFg.jNaF (p. 51), is used 
when opaque glass is desired, as it simultaneously introduces fluorine. 

Alumina is a valuable constituent in many glasses, as it increases their viscosity and enables 
them to be worked over a longer range of temperature. It also makes glasses containing it in 
appreciable quantity more resistant to sudden changes in temperature, and is therefore valuable 
where high thermal endurance is necessary. Only a limited amount of alumina can be introduced 
for this purpose ; if more than 3 molecules to each 36 molecules of silica arc present, the excess 
of alumina will cause opacity by remaining uncomblned. Such aluminous glasses can then be 
cleared by forming a glass of an entirely different chemical constitution, viz., an alumino-silicate 
ring compound instead of a silicate ring compound with alumina in the side chain position. Sucii 
alumino silicates do not, however, make goM technical glasses, though invaluable in the ^irm 
nf glazes for bricks, tiles, and pottery. 

Gullet is broken glass, and is usually added to a mixture of raw material as 
a means of using up scrap glass, and also to start the reaction between the other 
materials. 

Chemical reactions depend for their intensity on the intimacy of the contact I>etwccn the 
reacting substances. This is increased when the reaction occurs in a fluid medium, and the use of 
culiet (which melts before the reaction of the other materials has proceeded very far) facilitates the 
production of the glass by providing a medium in which the combination of the silica with die 
various bases may occur. 

Some manufacturers of bottles use nothing but culiet of flint glass which they collect froni 
s'arious dealers. 

Mixed culiet (f.e., culiet composed of several different kind.s of glass) is almost useless, especially 
if it contains much common bottle glass, hut culiet from works making only high class glasses 
is a vituahle material. 

Decolorants are substances added to glass in order to remove an objectionable 
colour which it would otherwise possess. Thus, iron gives a green or brown colour, 
which can be removed by the addition of manganese dioxide. 

Normally, iron gives a greenish sirade, hut this Irccomes yellow or brown on account of ths 
oxidising action of the manganese on the iron. Any oxidant of sufficient power would do ef|iially 
well, but manganese dioxide ha.s an additional advantage inasniueh as it gives a slight pink tinge 
to the glass, and as this pink is complementary to the yellow colour oi the iron compiund, the Iwe 
colours neutralise one anotiier, and a whiler glass is prorhiced. 

Only about lo per cent, of the manganese dioxide added to the glass acts as a 
decolorant ; the remainder forms colourless silicates and is wasted. There is, 
consequently, room for great improvement in this direction— possibly by the 
substitution of another more stable compound of manganese. 

In flint glasses, the red lead and nitre are both oxidants, and so act as 
decolorants of the iron compounds. Nickel compounds form reddish glasses 
and thus act as decolorants where the proportion of iron is only small, as in plate 
and mirror glasses. Selenium compounds have been extensively used during 
recent years as decolorants by forming pinkish glasses, and in addition to this they 
also improve the lustre of the glasses to which they are added. Arsenic acid, 
AsjO,,, is also useful as a decolorant in certain glasses. 

Colouring agents are used in the manufacture of opaque and coloured 
glasses. The latter are considered separately on p. 267. 
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TECHNICAL CLASSIFICATION OF GLASSES 

The glasses of chief importance may conveniently be classified as follows ; — 

. I. Crown glasses,’ composed of soda, lime and sand, but with a composition 
varying according to the oxides which are used to replace those mentioned. Thus 
potash may replace the soda in whole or in part, and baryta may replace a portion 
of the lime. Crown glasses are used for a variety of purposes, and specially for 
sheet glass, plate glass, and for optical work. 

II. Bohemian glasses, composed of potash, lime and sand, or quartz, used 
chiefly for hollow-ware. 

III. Flint glasses or lead glasses, comjwsed of potash, red lead and sand, 
used for hollow-ware, bottles of superior quality, and for optical work. These 
glasses are known in France as cristal. 

Where sand of sufficient purity is difficuU to obtain, flints crushed to fine powder may be used 
instead, Init such glasses ought not to be known as flint glass. 

IV. Bottle glasses, usually comiwsed of soda, lime, alumina and sand, the 
litter being less pure for the commoner bottles. 

The alumina is seldom added purposely, hut is a useful con.stituent of the sand emplo)-ed. 

V. Boro-silicate crown glasses resemble crown glasses, but part of the 
silica is replaced by lioric acid, so as to confer special properties. These gl, asses 
are chiefly used for optical [lurposes, laboratory ware, and for thermometers. 

VI. Boro-silicate flint glasses resemble flint glasses, but part of the silica 
is replaced by boric acid. 'I'hese glasses are chiefly used for optical work, 
enamelling, and for artificial gems. 

VII. Phosphate glasses may be of either the crown or flint type in which 
jnrt of the silica has been replaced by phosphoric acid. They are used almost 
exclusively for optical purpo.ses. 

ITII. Silica-free glasses are those in which the whole of the silica is 
replaced by boric or phosphoric acid. They are so costly as only to be suitable 
for special optical purposes. 

IX. Water-glass and other simple silicates are not usually included among 
the glasses, as they are unsuitable for the technical purposes for which glasses are 
used. For Water-Glass, see p. 133. 

X. Opaque and coloured glasses arc made from the glasses mentioned 
above by the addition of opacifying or colouring agents (see also p. 266). 

(Hasses are also classified according to the processes used in their manufacture or working ; tlius 
blown glass is that which can Ire shajwd by ihe pre.ssureof lire human breath, applied by means of 
.1 irlinvpipc or pontil ; plate glass is Ibal w hich is capable of Iwing rolled into a plalc or sheet ; 
sheet glass is that which can first In; lilown into cylinders, and then flatlened into a sheet ; table 
glass ' is that which is .specially suitable (on .account of its brilliancy) for the manufacture of 
hollim-ware (or table use. 

For hollow-ware, a light flint glass is generally used on account of its lustre 
hiid brilliant appearance. It is sometimes parti coloured by flashing, that is by 
Katliering a little glass of another colour on the outside of the main piece of glass, 
wtl working the two together. 

If the w.'ire is to he moulded, it must l« plastic over only a short range of tcmfreratiire ; this is 


’ The term " crown glass" should, strictly, lie applied to glass articles^ pr^uced in a special 
“unner (p, sfio), but it is also largely used as the name of a type of glass, as indicated in the teat. 

" In reading German books on glass manufacture (and some iransiaiions of them) it is important 
™ rememher that the word Ttfelglis does not mean “table glass,” but plate glass. 
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attained by the use of a small proportion of alkali, or by using a mixture of soda and potash instead 
of one of them, in an alkali-lime (crown) glass, and keeping the lime as low as possible. 

In bottle glass, cheapness, strength, and resistance to the fluids likely to be 
used are the chief desiderata, and they are usually secured by the employment of 
glasses low in alkali, high in metals of the HO group, and with alumina up to 
10 per cent. A considerable proportion of iron is no objection in bottles used for 
many purposes, especially as it provides a coloured gla.ss without extra cost. A low 
alkali content is specially necessary in glasses which are blown mechanically. 

Glass used for the mnnnfacture of tonics containing fermented liquors must be resistant to the 
action of such liquors and the gases produced during fermentation. Chainmgne bottles must be 
very strong as the pressure of the gas produced sometimes reaches live atmospheres. 

Colour being of minor importance, much interest is taken in the nnmetnus attempts which have 
been made to use the slag from blast furnaces as one of the principal ingredients of a bottle glass. 
By placing a glass tank, heated by a Siemen’s regenerative furnace, close to the blast furnace, ami 
allowing the molten slag to run direct into this tank, more than half the material necessary for the 
glass is obtained in a molten state. The addition of a suitable quantity of soda and sand will 
produce a glass of a quality quite good enough for common bottles, and a few work.s are using this 
method satisfactorily. The great drawback is the necessity of the glass-blowers being subsidiary tu 
the men working the furnaces, and the large amount of slag wasted, because the glass is not made 
and used as fast as the slag is produce<l. There is, however, room for further work m this direction 
as a good means of disposing of blast-furnace slag in a hot stale Is a great desideraiuin. 

Bccid gl&ss is not o. special variety of glass, though it is stated to be so in 
some books. 

The glass is usually a crown glaR.s to which a little alumina has been added (in the form of 
impure sand), and the beads are made by drawing tulics, chopping these into small pieces, ard 
rounding the edges hy placing the pieces on a tray and heating them to redness in a furnace. 


MIXING AND PREPARING THE GLASS 

In order to obtain the best results it is essential that the composition of the 
mixture or bcltch and the conditions under which it is heated shall be as uniforni 
as possible, 

Glass manufacturers are, therefore, loth to change either their furnaces or their fuel, and adhere 
a.s closely as possible to one source of supply for each of their raw materials. With improved 
methods of analysis and of testing raw materials, it is now po.-isible to cheapen the cost of production 
by providing a wider range of ingredient.s ; but the serious results which may follow a mistake in 
the proportions, or in the nature of anv of the materials used, are sulhcicntly important to prevent 
most manufacturers from availing themselves of the best scientific information on the subject^ Ihis 
slowness, whilst quite understandable, is none the less regrettable, for tlie French and German 
manufacturers are more willing to avail themselves of recent investigations, and consequently have 
been able to produce several new glasses of considerable commercial value. 

The proportions of the various ingredients cannot be determined entirely from 
the composition of the finished glass, owing to the loss of material in the form o 
scum (known technically as sandiver* or glass gall), and to the loss of alkali, 
etc., by volatilisation. Moreover, the yield of the definite compound which is the 
essential constituent of the glass is not perfect, and small, but varying, proportions o 
other compounds are formed and included in the material of the glass. Ihe 
following recipes are fairly representative of the glasses mentioned, but it must be 
understood that each glass-maker has his own recipes, based on the materials and 
conditions to which he is accustomed. Moreover, each different sand requires 
some modification in the composition of the batch, so that recipes can only ^ 
indicative of the proportions used, and can seldom be followed implicitly : 

Crown Glass. — Sand, lOO parts; chalk, 24 parts; sodium sulphate, 50 parts; charcoal, 
4 parts ; cullet (broken glass), 200 parts. 


^ It is composed almost exclusively of calcium and sodium sulphates, with about one-tenth die 
weight of glass. 



CLASS 


253 

Window Glass.'— Sand, 100 pans; chalk, 28 parts; sodium sulphate, 42 parts; cullet, 100 
parts ; arsenic acid, i part ; charcoal, 3 parts; manganese dio»ide, ^ part. 

Plate Glass.— Sand, 100 parts; chalk, 30 parts; sodium carbonate, 32 parts; pota.ssium car- 
bonate, 6 parts ; cullet, lOO parts ; manganese dioxide, 4 part ; nitre, 2 parts. 

Flint Glass or Crystal.— Sand, 100 parts ; potassium carbonate, 33 parts ; red lead, 67 parts ; 
manganese dioxide, i part ; potassium nitrate, 7 parts ; cullet, lOO parts. 

Baryta Glass. —Sand, 100 parts ; sodium carl)onatd(^b parts ; barium carbonate, 90 parts ; 
red lead, 65 parts. 

Bottle Glass (Green).— Sand, 100 parts; sodium sulphate, 38 joarts; chalk, 33 parts; char- 
coal, 2 parts ; manganese dioxide, \ par! ; cullet, 50 parts. ■ 

Bottle Glass (Brown).— Sand, too parts; sodium sulphate, 35 parts; chalk, 34 parts; 
cryolite, 10 parts ; charcoal, 2 parts; manganese dioxide, 8 p-aris ; culler, 50 parts. 

The following recipes were published in 1915 by the Institute of Chemistry as 
the result of an investigation, made under the auspices of that body, into the best 
methods of producing glasses in Great Britain to replace those hitherto imported 
from Germany 
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1 is a soft glass, not readily soluble or easily deviirified, and works well in the blowpipe. 

2 is a soft gla.ss of higher quality. 

3 is a glass suitable for pharmaceutical purposes; it is highly resistant to clietnical action, 
'withstands changes of temperature well, and should be a very suitable glass for high class beakers, 
flasks, etc. 

4 and 5 closely resemble Jena combustion tubing. 

6 and 7 are gla.sses for miners' lam(js, and withstand rapid changes in temperature. 

8 is a glass almost identical in its general l^ehavioiir with Jena resistance glass : withstands 
c^hanges of temperature well, but, like Jena, is not suitable for working before the blowpipe. It 
flnrkensand lends to devitrify; o[)€rations— such, for instance, as sealing side lul)e.s into flasks— 
‘'*rc difficult, if permanent and neat joints are required. For some purposes, No. 3 may be 
suhsiiiuied as it works well in the blowpipe and is highly resistant chemically. 

9 is an alternative mixture for combustion tubing, and does not become cloudy so readily as 
Nos. 4 and 5. 

10 and II are soft glasses .specially suitable for tubing and X-ray bulbs. 10 being the better 
of the two, when used for X-ray bulb.s, gives a blue phosphorescent glow; if a green glow is 

esired a little manganese dioxide should be added to the batch mixture. 

It is essential that all the materials should be finely ground before weighing. 
T'liey should be weighed a.s accurately as pos-siblc: and then mixed by means of a 
'TOoden shovel, or preferably, in a mixing machine, so as to secure as uniform a 
product as possible. The batch or mixture is then placed in the hot pots or pans in 
small quantities at a time until the vessels are almost full of molten material. The 
ttotual melting usually occupies ten to twelve hours, but depends on the quantity to 


Window glai^ i$ also known as sheet flassr 
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be made and on the tyj)e of furnace used. There is a large evolution of gases during 
this operation, and these form a froth or scum which must, from time to time, be 
ladled from the surface. Fire-clay rings are placed on top of the molten glass or 
metal when open pots are used, these rings serving to collect the scum or gall, and 
facilitating the operation of clearing the surface of the glass. 

AVhen the frothing has ceas^and the scum has been removed, the glass must 
be refined or planed. This rn^ be accomplished in various ways : one consists 
in throwing in potatoes or apples, or stirring with a strip of green wood so as to 
effect a reduction of any matter which may be removed in this manner, and also to 
produce a further volume of gas which will help in the stirring of the molten glass.^ 
The usual method of planing, however, consists in stirring the glass with a fire-clay 
cylinder attached to a long iron rod. During the refining process it is necessary 
that the glass should be very intensely heated, so that it is very fluid and mobile; 
its temperature sinks gradually during the stirring, and towards the end of the 
process the glass is quite viscous. The glass-maker draws trials or test portions 
from the furnace and examines these ; when they show that the glass is clear and 
can readily be drawn into long threads, the stirring is stopped, and the glass is 
allowed to cool still further until it is sufficiently viscous for use. 

If one “planing’’ is insufficieni it must be repeated as often as may be necessary. Three such 


Fifl. r.— Open Glass Tot. Fig. 2.— Covered Glass Pot. 

Ireaimenls will usually suffice if ihc glass has lieen rapidly melted, and is sufficiently fluid. Thi, 
use of a recording pyrometer (Vol. I., p. 68} (oasceiiain the UmperaUireof the glass is advantageous 

It is generally thought that the stirring of the glass is a purely mechanical means of securing 
uniformity, but Zulkowski ha.s carried out experiments which seem to show that the intense heating, 
followed by prolonged stirring, are the means of effecting chemical changes within the molten mass, 
and that without this treatment the substances which form ihe essential constituents of the glass arc 
not produced. 

The melting of optical and of most other special glasses is effected in closed 
pots, the stirring of which is difficult and sometimes impossible. Such glasses must 
therefore be broken up, and the cleanest fragments selected and remelted, in order 
to obtain the best results. 

The vessels in which glasses are melted arc of several types. Where la^e quantities of glass arc 
^ manufactured, open tanks are used, but for special glasses or those which require to be kept par- 
ticularly clean, pots (I'igs. i and 2 ) are employed. Where it is particularly necessary to prevent 
portions of the brickwork from the top of the furnace, or other extraneous matters, from falling into 
the glass, the pots are provided with tops, and the glass is withdrawn through small openings at die 
side. Both tanks and pots arc made of ftre-clay of the best quality. They require great skill in their 
manufacture, especially the larger ones, which hold 12-18 cwt. of glass. They must be annealed 
carefully before u.sc, and when once heated they must never be allowed to become quite cold again- 
With careful use a glass pot will last three months or more,^ but sometimes a pot will break after 




^ In some works the potatoes or apples arc inserted on the pointed end of an iron rod, which is 
then used to stir the glass. 

^ When special skill and ca/c are exercised in the manufacture and use of glass pots, they may 
last a year or more. There is ample scope for a full investigation of glass-house pots ; at the time 
of writing those having the longest “life*' are made in the United States. 
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two or three days’ use. Some pots have a vertical partition, so that ihe scum is automatically 

separated. 

The use of direct, coal-fired furnaces for heating the pots or tank.s is diminish- 
iii'T as gas-firing is more economical and more satisfactory. Several pots are 
usually heated simultaneously. 

Producer-gas is used, and the main feature of the furnaces is the employment of a regenerator of 
the type devised by Siemens (see Vol. I., pp. 43 and 54). This regenerator consists of a series of 
nassages fil'cd with checkered brickwork through which (ti) the products of combustion and (f>) fresh 
ait for burning the fuel pass in opptwiie directions. In the rqjencrator, the outgoing gases heat 
un one series of bricked chambers, and, by changing a valve, the gases are turned into another set 
ot chambers, the ones previously heated being then used to warm the incoming air required by the 
furnace. By this means an intense heat is obtainable without usiirg an exorbitant amount of fuel. 

For heating small quantities of special glasses, wood is superior to coal, and for many years was 
the only fuel used in glass-making. The improvemenls ^fleeted in gas-fired furnaces during 
recent years, have now, however, resulted in the disuse of wood except in a very few instances. 

In a glass tank-furnace arranged for a continuous supply of glass, it is necessary 
lo secure : (i.) complete and rapid fusion of ibe glass mixture ; (ii.) a suitable rate 
of charge and discharge; (iii.) the withdrawal of the molten glass before it has 




Fi(}. 3.— Diagrammatic Sec- 
tion of Voelker’s Electric 
Furnace. 


Fic. 4.— Diagrammatic Sec- 
tion of Becker’s Electric 
Furnace. 


been overheated and so begun to devitrify. The chief drawbacks of a continuous 
furnace is the glass-gall produced by the sodium sulphate (Glauber salt), which 
floats on the surface of the molten glass, spoiling it and corroding the sides of the 
lank very rapidly. Tanks having two or more compartments are not durable, as 
the parlitions are rapidly corroded. 

Several attempts have been made in recent years to utilise electric furnaces for glass-making, 
with a fair amount of success. The two most successful types of furnace for this purpose are the 
Voelker (Fig. 3], and the Becker {Fig. 4), rcsp^tively. In each case the batch mixture flows 
l>eiwcen rows of carbons which convey the electric current, and the glass, as it melts, flows into a 
lower receptacle. Scumming is avoided by the use of Iwffles. For bottle, sheet, and plate glass 
lliese furnaces h^ve proved quite satisfactory, but some' users complain of difficulty in obtaining a 
'’'ifiiciently homogeneous glass. Electric furnaces do not appear to be well adapted for optical glass, 
«i{I a-, they have not proved cheaper than gas-fired furnaces of the tank type in localities where 
is not above the normal price, the field of usefulness appears to be limited to those places 
'vhere water-power or other special facilities suggest the preference for electricity as a source 
heat. 

GLASS-WORKING 

Various methods are employed in making articles of glass, but the majority of 
are based on the production of a hollow flask by blowing: (blown glass), or 
the production of a plate made by casting: the glass and then rolling it. 
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What is known as pressing is the use of moulds as a means of forming the outer 
shape of the article ; it may be employed in combination with either casting or 
blowing. 

The blowing of glass not only requires the possession of much strength and good lungs, but 
also a considerable amount of dexterity and skill, |»rticu1arly for some of the more clalxjrate and 
delicate wares. The chief tools required are a pontil or iron (Fig. 5), whicl) consists of a pipe some 
5 ft. in length, and a number of tongs, shears, and other simple tools. The woikman dips one end 
of his pontil into the viscous glass in the furnace, and withdraws it with a suitable quantity of glass 
on the end. Some skill is required in “gathering” the correct amount of glass, and in coiling 
it round the end of ihe pipe in the position desired. The men work in gangs of four, as a con- 
siderable amount of assistance is required in some of the operations. Boy lalwirr is increasingly 
used in many of the works. 

Tw o svsiems of working are in use. In the old one the glass on the end of the pontil is rolled 
on a polished iron plate or marver, and is then slightly hollowed by blowing. Its shape is 
regulated by a continuation of the blowing, accompanied by a swinging motion of the pipe, and, 
frequently, by the use of small iron tongs (Fig. 6). Accuracy in shaping’ is dependent almost 
entirely on the skill of the workman, and it is precisely becau.se of the difficulty in obtaining 
sufficiently skilled men that this methotl of working is falling into disuse where many articles of the 
same shape are to be made. In the case of a wine-glass, the bowl is shaped as just de.scribcd, and 
the leg is made by pulling out the thickened mass at the end of the bowl, or by attacliing a frcdi 
piece of glass to the l>iwl and pulling this out to the desired shape. Meanwhile an assistant has 



Fio. 5.— Ends of Flc. 6. — Tongs a b c 

Ponlils. for Trimming (Jlass. Fig. 7.— Three Slage.s in Moulding a Bottle. 


been Idowing a separate piece of glass, at the same time twirling his pipe rapidly, so as to cause 
the glass to move centrifugally and produce a flallish disc instead of a spherical bulb. This<lisc 
is then heated momentarily in the furnace, and is then attached to the leg of the wine-glass on the 
first pontil, so as to form the ft^U of the glass. Some men prefer to aliach the foot when it is in 
the shape of a l)ull), and to rotate it to shape after breaking it off ihe pontil to which it was tirst 
attached. VVlien this is done, the glass must l»e cut from its original pontil and mounted, by 
means of its foot, on a second pipe. The mouth of the glass is then trimmed smooth and even with 
shears, and by holding it in the mouth of the furnace its final shape can be given l^y means nf a 
tool resembling a large pair of sugar tongs. 

The foregoing system is the one by means of which the l^caytiful glass ware of ancient limes w»s 
made. It is, however, slow and retjulres an enormous amount of skill, so that for many purposes 
it has been replaced by a method in which the shape of the vessel is given by means of a moult . 
The nse of this mould reduces the amount of skill re<|uired, it increases ihe speed at which the incu 
can work, and it ensures all the vessels being of the same shape and size. 

The new method is illustrated in Fig. 7. The mass of glass is gathererl on the pontd aoa 
rolled on the marver as before, but instead of being blown to shape, it is placed inside an iro" 
mould and then blown. The mould prevents the g 1 as.s from taking any other shape than iha 
intended, and greatly facilitates the working. The mould is lubricated by means of a spiniler oi 
wood which is ignited by the hot glass,’ and by revolving the pontil all seam-marks in the moui'l are 
prevented from being transferred to the glass. In the case of hotile.s, the neck is usually 
by means of a pair of tongs, the ends of which form a .supplementary mould. This is considerc ^ 
be more convenient than the use of a larger mould which forms the neck at the same time ni 


. ’ A better lubrication is secured by painting the inside of the mould with a pasty mixyirc of 
pitch, wax and sawdust, and then heating the mould in a furnace until the lining is carbonisc< ■ 
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botllC) and is certainly much cheaper, as one pair of tongs will serve for several moulds. Where 
long-necked little* arc desired, the mould must be supplemented by a second (Kig. 7, ^), as other- 
wise it would be difficult to withdraw the bottle from the mould. In the case of a wine-glass made 
by this system, the bowl is shaped by means of the mould, the leg is made as on the old system, and 
the foot attached in the same manner. The glass is then cut off the pontil and sent to the annealing 
lehr. The mouth is finished in the annealed glass, catting and grinding, instead of working the 
glass in a viscous state at the furnace. Handles and decorative work, such as threads or beads, 
must be applied to the hot glass, and such articles arc, therefore, best made by the old system, as 
the glass is cooled by the mould and is difficult to heat again without risk of devitrification. Much 
skill is shown in the way some glasses have been decorated by simultaneously gathering two or more 
kinds of glass on the pontil and then proceeding with the working. In this way, elaborated coils 
and other designs are made in a coinp.-iratively simple manner. 

Combinations of both the old and new methods are largely in use. Thus, in some works instead 
of using the marver, the bulb of glass is shaped 
by pressing it on a wet wooden dish. Wooden 
tongs for flattening the feet of wine-glasses 
and other simple tools are much more exten- 
sively used than formerly. 

The enormous demand for cheap 
bottles has resulted in the invention 
of numerous machines in which the 
process of blowing and pressing may 
be effected mechanically. The 
machine wliich has gained the most 
recognition is that patented by Owens 
in 1905 in America, and controlled by 
the European Cdass Bottle Syndicate. 

One of these machines, with the aid 
of six men, will produce no less than 
15,000 to 20,000 bottles a day, whereas 
a skilled blower will not make more 
than 350, and few men will exceed 
300 bottles in the same time. 

The machine Is too complex to l>e de- 
scribed in detail, t)at briefly it consists of six 
horizontal arms on a vertical rotating shaft, 
each arnt being fitted with a blast and suction 
device, so that each arm produces a c«)mDlete 
l)oule with every revolution of the shaft. 

When the machine is at work, an arm, carry- 
ing a mould, dips the latter into the glass lank, 
and .simultaneously exhausts the air from the 
mould, thereby filling it with glass. The 
arm is ihcn raiseil and moved away from the 
glass lank, during which motion the suction is 
stopped, any excess of glass is cut off aulo- 
inatically, and the mould is then removed, 
leaving the glass hanging from the arm in the 

shape of a bulb. A new mould is now placed around the glass, and the air blast is turned on so as 
to make the glass into the required shape, after which the mould and Irottle are both removed, and 
ihe arm is lowered and ready to commence the making of a new bottle. The bottles must be 
tiressed and freed from sharp etlges, particularly at the neck. This is eflected by the same machine, 
which Carries the bottles round to a small furnace and holds them in such a manner that the edges 
are rounded by the heal ; they are then sent to the annealing chamljcr. The glass lank containing 
the molten glass is preferably made to rotate, so that the cold arm does not always dip into the same 
part of the tank and so chill the glass unduly. Frequent change.^ of moulds are necessary, and 
a titter must be employed to keep the nwchine in onler. All the men employed may be unskilled 

tile machine is almost automatic. _ • • , • , 1 

Glass of the ordimiry composition may be used with this machine, but it is desirable to replace 
the greater part of sodium sulphate by a corresponding proportion of sodium carbonate, felspar 
shouUi be absent, and the glass must be healed sufficiently to make it properly fluid. 

The Severin machine is an improvement on that just descriljed, hut differs from it chiefly in 
*he manner in which the moulds are tilled, a fire-clay vessel being used, in which a plunger fills the 
«t'»ul(l with glass. The low conductivity of the fire-clay permits the glass being used without 
cooling, and does away with the necessity of a special furnace ami glass tank. 

The Briihler machine for wide-mouthe<i bottles, tumblers, etc. (Fig. S), bears a close 

voi,. ir.— 17 



Fu;. 8.— Briiljler’s Glass Machine. 
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resemblance to the presses used in the manufacture of earthenware and flower pots. It consists of 
a seriesTf moulds on a rotating table, with a vertical plunger which flts each mould in turn. The 
fluid glass is poured into the moulds in turn, and is first pressed and then blown by compressed air 
lo the desired shaiic. When-the glass is being poured in, the mould D is above the top of the table, 
Ind the plunger'll forms a conical vessel with a wide mouth The mould D is then lowered 
automatiallyind its place is taken by a plate N (compare the left and right hand sides of Fig. 8) 
In this position the blast-pipe M is applied to the mould, and the bottle is blown to the desired 

'’'“A'coSidemMe Tmb^? of ote machines for 'he^^matic 

hollow-ware have been patented, but most be regarded as in the esperimental stage. One of the 
difliculties experienced by inventors of glass-working machines of this kind is the action of the firms 
using the Owens machine, which prevents the placing of other machines on the market. 


Sheet glass is made by first blowing a long bulb on the end of a blowing 
iron, flattening it until its diameter is sufficiently large, then again blowing it until 
a long bulb, whose sides are the same thickness as that of the desired sheet, is 
obtained. The solid end of this bulb is then cut off with a cold iron, and the mouth 





is widened into a cylinder by means of a pair of spring tongs, the glass being mean 
while rotated somewhat rapidly. The open end of the cylinder is next received on 
a pontil with an enlarged end, and is attached to it by means of three small pieces 
of semi-molten glass. The blowing rod is then cut off and the other end enlarged 
into a cylinder by means of the spring tongs. The cylinder is then slit lengthwise 
and is placed on a hot fire-clay slab, a polishing iron is then placed inside it, ana 
rolled backwards and forwards so as to flatten the cylinder into a sheet. For tins 
purpose the fire-clay slab must be kept sufficiently hot to soften the glass, but no 
hot enough to melt it. The various stages of blowing and making into a sheet ar 
clearly shown in Fig. 9. 

For sheets 4 ft. to 6 ft. in length the use of the longs alone will not provide sufficient air, so i a 
compressed air is supplied to the blowing iron. 

Various mechanical methods of making sheet glass have been devised, 1 )“^ 
are not wholly satisfactory. 

What, at one time, appeared to lie a promising process consists in expressing the 
through a mouthpiece or die and receiving the sheet thus formed on a warm plate, in P ‘ 
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however, it is found that the sheet curls badly on account of its surface tension, and the labour 
of flattening it makes this process more expensive than blowing cylinders and flattening these 

results are obtained by the arrangement patented by Foucault in 1906, in which a 
fire-clay plunger is fitted into a mouthpiece placed somewhat below the level of the surface of the 
molten glass in the tank furnace. In the centre of this plunger is a vertical slot, and on the 
aoplication of pressure the glass is forced upwards through this slot, and is gently drawn out 
bv attaching a sheet of reinforced glass. The glass is drawn upwards in an endless band by 
means of vertical rollers covered with asbestos and placed in pairs above the slot, the whole 
arrangement being contained in a chamber which effects the annealing of the glass. The glass 
solidifies almost immediately on leaving the slot, and on passing the final pair of rollers it is 
fully annealed and can 1 )e cut into sheets. The time occupied from leaving the slot to being 
cut up is about twenty minutes. Several of these devices can be fitted to each glass tank, so 
that the space occupied is not large. The method has proved satisfactory in the works where 
it has been installed. 

In E. Rowart’s machine (u.sed at Auvelais-Charleroi) a pair of endless metal bands, arranged 
verticallv above a series of pairs of asbestos blocks, is use<l to withdraw the sheet as it is formed 
from the molten metal. This arrangement aflbnls a better support to the glass than the rollers 
used t)y Foucault ; it can produce sheets 2 ft. wide. 

In another modification of Foucault’s machine, the glass is drawn up in the form of a cylinder 
which is afterwards slit longitudinally and then flattened as described on p. 258. 



In all machines of the foregoing types, the sheet or cylinder of glass mast be received in an 
enclosetl and heated chamber, as otherwise the difference in the rate at which the exterior and 

interior of the ulass cools will cause it to crack. «... , ■ u i j 

Various machines have lieen devised for mechanically blowing flasks from which cylinders may 
afterwards be cut. The mechanism required Is necessarily intricate, and the cost of operating these 
machines is greater than hand-blowing. , , r ^ ,1, ^ 

A very serious drawback lo the use of all mechantcal methods ofLlowing glass rs the fact hat 
the work of the glass-blower is not merely mechanical ; he must exetcise considerable skill m 

oliscrving the condition of the glass and adapting his movements accordingly. . . . / , t. 

To be successful, a glass- workinR inachiuc shouW have the follow, rrg charactcr.strcs : a) It 
must be driven easily; (r)| it must be suitable for use wrth existing furir.ices and glare roivtures , 
W it must be strongly built, as repairs involving the stoppage of the machine priwe costly ; (r/J the 
lalmnr required must be largely unskilled ; W the articles made must as durable and possess all 

•he other requisite charmtlerilliri of hand-workevl glass; (/) the cost of product.on must commre 

favourably with that of hand work ; (gi the product must Ire ready for use as soon as it rhemes from 
•be lehr. Any considerable amount of trimming or other arldilional work makes the use of 
'nechanical methods of blowing too costly to compete with band work. 

. The temperature at which the glass is worked, the width and thickness of the sheet and other 
!^‘nor matters necessarily require modifications in this process. For instance, in France the bulb 
‘s Jieated several times before the unusually long cylinders, ruslomary in that country, can be 
obiained. 
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Large vessels, such as carboys for the storage of acids, are blown by means 
of human lungs for the first stage, and afterwards a little water is introduced ; this 
is rapidly converted into steam, and secures the expansion of the glass to the 
desired size. 

Sievert & Co., Dresden, have produced numerous articles by casting a slab of 
glass on a perforated plate, clamping it down thereon, inverting the plate so that the 
glass hangs suspended above a mould, and then forcing compressed air through the 
perforated plate so that the glass is blown to fill the mould. 

This arrangement enables large tanks for electric accumulators and other 
purposes to be made very cheaply. A modification of this arrangement is also used 
for the manufacture of large cylinders and for sheet glass. 

Tlic arrangement was originally patented in 1904, but has since been improved in several 
respects. The form in which it is at present used by Engels&Cie, Bilin, is shown diagrammalically 
in Fig. 10. A steel ring, fitted with a rablieted etige, is laid on a waggon and is filled with 
molten glass. As soon as this glass has become sufficiently tough the waggon is moved until the ring 
is exacilv umler the hollow shaft. The latter is then lowered until its base touches the ring. 

An electric current is then applied to the base, and 
the latter is converted into a powerful magnel, 'io that 
when the shaft is raised to the position shown in 
Fig. 10. the ring is lifted with it. The waggon is now 
removed, the shaft is lowered into the mouth of ihe 
furnace so as to warm the glass thoroughly. The 
shaft is again raised, a fresh waggon pl.iced l)enealh 
it, and aii is blown through the hollow shaft whilst 
it is rotated rapidly. This causes the glass to expand 
uniformly to the shapes indicated, and when the blow- 
ing is complete the shaft is lowered so that the glass 
rests on the car. The electric current is then cut utV, 
and the glass is thereby freed from the shaft and can 
be carried away, or the ring can he held liy a sejwr- 
ate carrier and the glass allowed to remain suspendeti. 
('ylinders of large size can be produced in this way 
much more rapidly than by lund blowing. 

Crown sheet is one of ihu oldest 
methods of making sheet glass, hut is now 
seldom used except for special jturposes, such 
as the manufacture of microscope slide covers. 
It re(|uiTes a glass of considerable toughness 

fio. n.— Four Stages in the Maniifac- fluidity. 

ture of Crown Sheet Glass. A ball is first blown (Mg. n) and ilien fiattemil 

on the marver ; a pontil or rod is llien fastened to 
the centre of the flattened portion of the glass, ami the blowing iron is cut off. Thr glass i' 
warmed again and is then revolved rapidly on the |)ontil, so that under the iiithnnre ofccnirifngal 
action the glass spreads and ultimately forms a flat sheet, with a “ bull’s eye ” in the centre. This 
melhotl is costly, and has been replaced by the use of cut and flattened cylinders. 

Fluted sheet glass is made by blowing the l)ulb into a mould, the walls of 
which correspond to the desired flutes. Other patterns may be made in the same 
way, but it is better to use the process employed for plate glass. 

Defects in sheet glass are comprised under four heads : seediness wlierr ihe glass is ron- 
taminated with bubldes owing to its nor having been projrerly refined ; stones or uncombined 
particles which may Iw seen on examining the glass with a len.s ; colour due to some iminitiiy 
in the sand (see “Coloured Glasses,” p. 266), or to an insufficient or inaccurate application of a 
decolorant (p. 250) ; stringiness or striae— wavy and irregular mathings in the gl.rs5, due to 
its irregular expansion during blowing or flattening, or to its not having been heated suificiently 
during manufacture, (dther defects ate desctilied on p. 266. 

The casting of glass is chiefly used for two purposes : (a) the direct moulding 
of thick dishes, basins, and other simple objects, and (b) in the manufacture ot 
plate glass. 

Plate glass is chiefly used for large windows and mirrors. It is clearer and 
more transparent than sheet glass manufactured l)y blowing, but is more costl). 
The present method of making plate glass does not differ materially from tna 
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used for over two hundred years; the chief improvements have been in means 
whereby plates of very large size may be produced. Sheets up to 30 ft. by 17 ft. can 
now be made with comparative ease, and larger ones are occasionally manufactured. 

The njolten glass in a suitable melting pot is slung over the casting table by means of a crane, 
and its contents arc poured out as evenly as possible on an iron table. An iron roller is then 
rolled across the viscous glass, reducing it fo a uniform thickne.ss throughout. The thickness i.s 
determined by two straight-edges placed one on each side of the table at a distance depending 
upon the desired width of the plate. The glass plate is then taken to the annealing oven, and 
is afterwards levelled and polished. The casting taljle must be of stout metal or it will warp 
and twist under the influence of the heat. The roller is l>etter if heated internally, though many 
works do not adopt this precaution. 

When the cast and rolled plate is removed from the annealing chamber it has a rough, opaque, 
and undulating .surface, hut the interior should he quite clear. The plate is examined as to its 
freedom from defects, trimmed to shape and sent to lie ground. 

The glass is fastened to a grinding table with plaster of Paris, and the table is rotated about 
•’0 revs, per minute. Two or more ribbed rollers run eccentrically over the surface of the glass, 
^heir action beingaidedby theuscofwet sand or emery. The final polish is given with felt and leather 
rollers and rouge. The polished plate is then cut Into pieces by means of diamonds (.small steel 
wheels are now used as a substitute}. If bent sheets of plate glass are required for curved windows, 
etc., the polished plate is bent by heating it in iron moulds of the desired shape. 

Small pieces of plate glass are ii.sually rolled by rfieans of a loose hand-driven roller, but for the 
larger .sheets the roller i.s worked mechanically. 

The grinding and polishing removes about half the thickness of the original plate, and as the 
i:]as,s removed i.s in the form of fine powder mixed with sand or rouge it represents a serious 
loss. Various attempts have liecn maile to recover the glass from the waste abrasives, but without 
much succe.ss. A further loss is caused by the vulatilisation of a large proportion of the sotla. 

Reinforced glass consists of plate glass in which wire netting is embedded. 
The glass i.s cast, and is treated by three rollers, the first of which spreads it into a 
sheet : the wire is laid over this and is embedded by the second roller, after which 
the third roller covers the wire with a film of glass and rolls ihe wiiole together. 

The wire prevents tite glass from falling, even when the latter is broken, and alTords a good 
prulection against stones and other missiles. It also enables the glass to aflord a greater protection 
in case of fire and burglary. 

I'or figured plate a pattern is cut on the bed or roller, and this is automatically 
transferred to the glass. 

Patent plate is sheet glass manufactured in the ordinary way, but afterwards 
polished so as to remove the strite which usually disfigure it slightly. 

Pressed glass may be made in two ways : («) the glass may be gathered on 
a pontil, placed in a mould and blown to shape as described on p. 25G, or (^) the 
vi.scous glass may be dropped into a mould and squeezed to the desired shape by 
menus of a plunger as in the Briihler machine (p. 257). Great accuracy is required 
to allow just the reejuisite quantity of glass to enter the mould. 7 he hot article 
may be fire-polished by exposing it to the heat of a suitable blast burner, after 
which it must be annealed. 

Annealing or cooling the liot glass under suitable conditions is an essential 
part of the process of manufacture, as glass which has been cooled too quickly is 
unstable, and may fall to pieces at any moment. As soon as possible after the 
article has been made it is, therefore, sent to the annealing chamber. 

Two p-iuerns of these are in use : in one the temperature of the oven is raised so as to be *^ 1 °^ 
to ihai of the glas.s placed in it, and it is then allowca to cool very slowly. In the other method of 
annealing, tlie goods are placed at one end of a tunnel or lehr and pass slowly through it until 
fiiey reach the other end, -when they arc removed in an annealed condition. This is a more rapid 
and siuisfactory method of annealing, and the lempcrjunre is under more complete control. ^ It will, 
therefore, come into increased use in the course of time. Where glass is blown mechanically the 
■Output necessitates a lehr of large capacity, or some method whereby no time is lost in the proce^ of 
annealing. For many purposes, the liest form of annealing oven is a tunnel 90 ft- I'^t’g hy 6 ft- wide, 
'vith an endless band running through it. The bottles or other articles are placed on this band and 
^vel through the oven in an automatic manner, the short time for correct annealing in such a lehr 
surprising to those who are accustomed to the older type of cooling oven. Indeed, the 
’^Voduction of Targe tanks for melting the glass (as in Siemens’ regenerative furnace and its modih' 
Cations}, combined with the use of mechanical blowing and moulding machines, would have been 
useless h.id it not been for the almost simultaneous discovery of the tunnel annealing chamber. 
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Hardened glass is ihat which has been cooled very rapidly, so as lo produce an exceptionally 
hard surface (see p. 245), bul no method has been found which is completely satisfactory, The best 
results have been obtained with glasses of high melting point and low alkali content, that is to say, 
by regarding the hardness as related to the composition of the glass, rather than by endeavouring to 
treat ordinary glass so as lo increase its hardness by physical means. The usual method of harden- 
ing glass is to plunge the hot material in oil, Iwl a bath of molten lead and tin sometimes gives 
superior results. 

Hardenerf glass is practically unbreakable, but if it is scratched it may suddenly fall to powder. 

The bending^ of glass is elVeclerl by healing it sufiicicnlly to make it soft. Glass tubes may lie 
heated in an ordinary batswing gas flame, rotating them carefully so as to secure uniform heating, 
and then bending them to the desired shape. Sheets of glass are bent by placing them on a bed of 
whiting or of iron covered with asbestos, and placing them in an oven hot enough to cause the glass 
to bend to the shape of the bed on which it is placed. Small pieces of glas.s arc usually bent by the 
makers by holding them in the mouth of the furnace until the glass is sufficiently soft, and then 
bending it as desired. The secret of .satisfactory bending consists in getting the glass of the right 
softness ; it must not be overheated or it will lose its sliape, nor irregularly healed or it will give a 
\x>or result. 

The cutting of glass is usually effected by the glass-blower allowing a few drops of water to fail 
on the hot glass, or by touching it with a cold piece of iron. For cold glass a diamond may be useil, 
or one of the hardened steel wheels now largely used as substitutes fi)r glaziers' diamonds. It is 
sometimes convenient to make a scratch on the glass with a file, and then to bend it sharply imlii it 
breaks, or to draw an imaginary line from the scratch in the rcrpiired direction, by means of an ex- 
ceedingly small flame. The flame cracks the glass in its immediate vicinity, and with care the 
crack can be made to extend in any direction. Small sheets of glass can also be cut l)y immersing 
them in a bowl or tank of water and culling them with scissors. It is necessary that the .scissors 
and hands of the workman shall l»c fully immersed. 

Technically, the term “cutting” relates juimarily to the production of lines on the surface of 
the glass, these being made hy means of a rapidly revolving sled disc or wheel, the edge of which 
perforins the operation, bdng aided therein by sand or other abrasive. For the final polishing a 
wooden or cloth wheel an<l putty powder or whiting are used. For smoothing or grindirg, 
wheels made of sandstone or emery are usctl, the glass and wheel l>eing Wlh kept wet during ilic 
operation. In some works a stone or corundum wheel is used for culling, and some nianufaciurers- 
prefer to finish the ware hy dipping it in a mixture of hydrofluoric and .sulphuric acids which leaves 
a polished surface. 

Ground glass is made by rubbing the surface with sand or other abrasive and water, but acid 
sodium fluoride is also used as a corrosive, which acts more rapidly and uniformly than any abrasive. 
Sand-blasting is also used (see “Frosting”). 

Engraving is similar to cutting, but no abra.sivc is use<l, the work being usually done by copper 
discs revolving in a .small lathe. Some engraved gla.ss is extremely co>tly, and demands the cxcrci>c 
of the highe^l .skill. Cameos are made by uniting two pieces of glass together, the whilt; one 
forming the front is then cut away where it Is not retjuired, leaving a while telief design on a back- 
ground of a different colour. Quite recently, the demand for very cheap cameos has resulted in the 
production of moulded designs which arc fastened to liackground pieces w ilh cement. Such a method 
jacks the accuracy and cannot produce the sharpness and delicacy of cameos cut directly from the 
glass, and Is only useful for inferior work. 

Etching and embossing arc usually effected by means of liydrofluoric acid, which corrudes 
and dis.solves glass exposed to its action. The glass must, therefore, l>c protected by a covering ‘*f 
wax or other insoluble material in those parts of the design which arc not to l>e etched away. If 
“ flashed glass ” — r.^., glass which has a film of glass of a different colour on it.s surface— is treated 
in this manner, the design can l)c in matt or transparent glass on a coloured ground or vice ver'-a. 
A matt surface may aU; be produced by painting the appropriate parts of the glass with a mixture uf 
hydrofluoric acid ami ammonium chlorule. 

Frosting is usually effected by sand-blasting the glxss .so as to roughen the surface, then covcrln" 
it with strong glue and leaving it in a warm room. A.s the glue shrinks it tears away sufficient of 
the gla,ss lo leave a frosted surface (sec also “Ground Gla.ss”). 

The use of the sand-blast in glass-working is very extensive, as it is rapid, cheap, and caj'idde 
of application in a number of different ways. The proccs.s consists es.sentially in blowing a fine 
spray of sharp sand on to the surface of the glass?, any fxjrtions requiring to left polished lacing 
covered with a stencil through which the sand cannot penetrate. The minute angles on the grainj 
of sand cut away fragments of the glass, leaving a surface which is remarkably uniformly rougliencd 
if the operation has T>een properly carried out. 

Iridescent glass is made by producing tiny flakes on the surface of the glas.s, these flakes re- 
fracting and reflecting the light in such a manner as lo pnxlucc the phenomena of iridescence, 
antique glas^s the iridescence is usually due to the prolonged burial, allowing lime for the moisture 
in contact with the glass to have produced the necessary flaking as a result of corrosion. Iridescent 
glass is usually made by exposing the ware to the action of a 15 per cent, solution of hydrochloric 
acid under pressure, or by sprinkling stannous chloride on the edge of the furnace, and allowing the 
fumes to act on the glass. 
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MIRRORS 

In the manufacture of mirrors a specially made plate glass is used. It must be 
very free from defects, and if the mirror is to be made of silver the glass should 
have a faint bluish tinge to neutralise the yellow one due to silver. Two different 
processes of silvering are used in commerce : the old method in which a mercury- 
tin amalgam is used, and the newer ones in which silver is employed. 

Merdtry mirrors are considered to l>e iindesiraWe from a hygienic point of view, and as silver is, 
at the present time, cheaper to use than mercury, the older type of mirror is gradually passing out of 
uie. The mercury is applied by laying a sheet of tinfoil on a large wooden table provided with a 
bead or rim, and mercury is poured on to the foil. If necessary, the mercury may be rubbed into 
the tinfoil before the latter is completely immersed in it. When the mercury is about J in. deep the 
rlass is laid on the mercury by placing the lower edge of the glass on the table and gradually pushing 
U forward, so as to avoid air-bubbles. When the glass rests on the foil {which is now a inercury-lin 
amalgam), the table is inclined and the excess of mercury Hows away. The glass is now weighted 
so as to press the amalgam uniformly on to the surface of the glass and to expel any excess of mercury. 
After forty-eight liours, the glass may be placed vertically in a trough, and after a month the mirror 
will l)e ready for use. 

A more recent method is Heydon’s patent, in which the glass is painted witli a paste made by 
suspending eleclrolytically atomised mercury in water or alkaline solutions. The mirror is ready as 
soon as the whole surface is covetcti uniformly. 

Silver mirrors arc prepared by precipitating metallic silver on the glass. This is a delicate 
operation, as the solutions used, when once mixed, are in a very unstable condition. A suitable 
mixture consists of (u) silver nitrate, dissolved in water, to which a little ammonia is added, the 
solution containing i per cent, of silver nitrate, and (^) a reducing solution made by dissolving 
20 g. tartaric acid or Uochelle salt, with 20 g. white sugar and 4 g. silver nitrate in water, 
iKiiling for half an hour, filtering and diluting to 1 litre. Equal volumes of the silver and the 
reducing solutions are mixed immediately before use, and the glass Is immersed in the solution.^ 

It is essential that the glass surface to be silvered shall l)e cleaned very thoroughly and rinsed 
with alcohol. Then, without wiping or allowing it to dry, it should be immersed in the mixed 
solutions. After about an hour's immersion, the glass is rinsed with warm water and dried in a 
warm place. If properly made, the dc|)osit will be firm enough to be polished with the ball of the 
hand. It .should be protected with a layer of varnish. 

Other similar solutions have I)een found to be equally satisfactory, the succe.ss of the silvering 
depending more on the skill of the operator than on the solutions used. 

Various methods of de^rosiiing silver electrolyiically on glass have been patented, but none of 
them has attained full commercial success as the film of silver is loo thin to be sufTiciwilly durable. 
One of the l»cst means of overcoming this difiicuhy {French Patent, 444.710) consists in applying an 
elwlric current simultaneou.sly to a large number of points on the film of silver, moving the cathode 
so that each particle of silver is in turn brought in contact with it, and thereby depositing a uniform 
backing of copper. 

As the value of a mirror depends on the completeness with which the image is 
reflected from the surface of the meroury or silver, it is essential that this should 
form a film as bright and uniform as possible. 

OPTICAL GLASS 

The production and working of optical glass differs in many respects from those 
previously described. Owing to the peculiar requirements of the makers of modern 
scientific instruments, far more attention has to be paid to the minor characteristics 
of optical glasses and, consequently, they are much more expensive than other forms 
of glass. Moreover, at least 60 per cent, of the glass made for optical purposes must 
be discarded on account of small defects, so that the amount of material made is out 
of all proportion to that actually entering into the finished instruments. 

Defects which would have l»een overlooked a few years ago are now reganled as of sufficient 
iinpyrUnce to disqualify glasses for some instruments, and the enormou.s amount of research carried 
out by the leading firms of optical glass manufacturers has resulted in the production of glasses of a 
quality and power quite undreamed of a few years ago. The two chief difficulties with which the 
manufacturer of optical glas.s has to contend arc the production of a metal ’* of complete uniformity 
and freerlom from specks, slriiC, tensional and other strains, and the i^ssession by the glass so 
produced of the reiiuisite optical characteristics to enable it to be used in the instrument for which 
it is made. 

Thy composition of most optical glasses resembles that of crown and flint glass, 
respectively, pieces of 6ach of these glasses being used in combination in order 



264 LVDC/STR/AL CHEMISTR V 

to produce the requisite refraction of the light, and to form an image free from 
distortion and rings of colour (/.tf., anastigmatic and achromatic). 

Light from the blue end of the spectrum, when passing through flint glass, is dispersed more than 
that passing through crown glass, so that the older combinations were not entirely free from 
chromatism. The most recently made glasses of the best-known firms are, however, so adjusted by 
varying the composition of the glasses forming the combination of prisms or lenses as to reduce both 
dispersion ajid chromatism to the minimum. Thus the blue end of the spectrum is shortened by 
replacing some of the silica by boric acid. The use of baryta, magnesia, alumina, and zinc oxide 
also affects the optical properties of glasses. 

The chief optical constants which determine the use of a particular glas.s are : — 

(rt) The refractive index for the sodium line (D) in the spectrum, =Ht>. 

The mean dispersion for lines C to F in the spectrum, 

(<■) The ratio of refractive index to mean dispersion, 

The refractive inde.x is closely related to the specific gravity of a glass, and is varied by any 
changes in the latter. The dispersion varies with the composition of the glass, being lowest with 
glasses rich in boric and phosphoric acids, and highest in glasses rich in bases. Hence flint (lead) 
glasses are largely used on account of their high refraction and dispersion, but low ratio. If low 
dispersion and refraction are required, crown (alkali-lime) glasses are used, though they have 
a high ratio. Baryta glasses have a high refraction, a low dispersion, and a high value for r. 
Unfortunately, the optical properties of glasses and combinations are limited by the chemical 
stability of some of the glasses which can l>e produced. Thus Iwric and phosphoric glasses may 
only contain a sm-all proportion of alkali ; otherwise they are hygroscopic and soon become opaque. 
Some other possible compositions arc useless because of their rapid devitrification. 

Other qucilitics desired in optical glasses arc: — 

Transparency and freedom from colour: though the presence of snuvll Imbljles and nf a 
decidedly greeniih-yellnw colour do not Interfere with the tise of sotne glasses as lenses, and 
technical perfection in the glass is often sacrificed to other optical projxrrties and to cheapness. 

Homogeneity or freedom fr-un striae and other irregularities. It is important to lest for these 
by examining the glass in a beam of truly parallel light, when the stri.e appear as alternating bands 
or lines. For many purposes inclusions and bubbles arc less serious thanstri;c (sec “ Defecls,” p. 260). 

Hardness, so that the articles made from the glass will not be unduly s|xji!ed by the ordinary 
processes of cleaning. 

Chemical stability, in order that the glass may not dcviirify or liecome opacjue. 

Absence of internal strain, so that there may l>c no umUie distortion or tendency tu lly 10 
pieces. This is secured by careful annealing. 

Suitable refraction aivl dispersion. The refractive Index of mo:^t glasses lies between 1.4 ami 
t.9, a.s outside these limits the glasses are unstable. Several transparent minerals, such as fluoriti.', 
have much larger refractive indices. 

The manufacture of optical glass consists in melting the ingredients which it 
is expected will produce a glass of the desired characteristics, a crucible with a cover 
(Fig. 2) being used for the [rurpose. The molten mass is freed from gall or scum 
from time to time, and is heated intensely so as to clarify it (p. 254). When test 
pieces indicate that the glass is satisfactorily clarified, the stirring is begun (p. 254)1 
and is continued until the glass is almost solid, a fire-clay cylinder or a porcelain rod 
being used for this purpose. Usually the glass is then allowed to cool slowly, and 
when quite cold the pot in which it was melted is broken uji and the best pieces 
of glass are selected for use or for remelting. 

.\t the Jena works a more clatxiratc pnicess of cooling is used, the glass U'ing maintained at a 
temperature of C. for several weeks, ami if the glass is required for very snecial work, 

such as large lenses, it is rcmeltcd and rccoolcd several liine.s, as many as ten .such ireatmenls not 
being unusual. Thus for the objcclive (36 in. diam.Jin the Lick tele.scope, no less than twenty 
castings were necessary, and its manufacture occupied four years. 

The difficulty of preparation and the enormous amount of experimental work 
required, particularly in the endeavour to make improvements in the glasses 
manufactured, make optical glasses of the best qualities exceedingly costly, and 
it is doubtful if it can be made on a large scale at a profit until melting pots of 
a much greater refractoriness and resistance to corrosion have been invented. 
These would enable much higher temperatures to be reached, and would greatly 
facilitate the manufacture of the glass. At present, electrical furnaces appear to 
be unsuitable (.see p. 255). 
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SPECIAL GLASSES 

With the development of science, and its increasing application to practical and 
industrial matters, has arisen a demand for a number of different kinds of glass, 
each having one or more special properties in addition to those for which glass is 
generally known. These special glasses are conveniently considered separately. 

For chemical purposes glasses are required which have a high degree of 
re.sistance to chemicals and to sudden changes in temperature. 

Sucli glass is now manufactured by several firms, bm was first made on a commercial scale in 
ibc famous works of Schott & Abbe in Jena, and sold under the term Gerate glass ; its definite 
composition has never been published by the manufacturers, ami some analyses whicli presume to 
eive this information are by no means correct. It is, however, admitted to be a baryta glass 
containing boric acid and alumina, with little or no alkali. For English substitutes see p. 253. 

For steam boiler gauges and similar purpases the Schott Verbundglas is 
specially useful, and has a resistance to cliemical reagents whicli is five or six times 
as great as that of ordinary glass. 

This gluss is sold under the name Durax, and is a Wo*silicalc glass. 

For lamp and gas-burner chimneys a glass of exceptional thermal endurance 
is required, as the heal from an incandescent mantle is exceedingly great. 

The Jena works have therefore placeil on the market chimney glasses made of a boro-silicatc 
which is very infusible, and yet not sensitive to sudiJen cooling. This glass is reputed to have a 
composition corres{X)ndi!ig to 66 per cent, silica, 24 per cent, boric acid, 4 per cent, anlimoiiious 
acid and 6 i>cr cent. soda. For an English substitute .see p. 253. 

Glasses which are transparent to selected rays are important in some 
surgical and other work. 'Flius, the ultra-violet rays are damaging to some eyes, 
but protection may be obtained by using glass such as that invented by 
Sir Will. Crookes, which is impervious to the rays it is desired to avoid. 

For use in mercury vajwtir lumps and other purposes, where it is desired to utilise the powerfully 
actinic ultra-violet ray.s, a glu.ss invented by Zschimmer, anil made ui the Jena works under the term 
Uviol glass, is valuable. This gl.i.ss is knsed on Zschimmer's discover ihiil the uUnt-vioIet rays 
are slopped l»y niecaliic oxides in llie glass, lead lieing the strongest, soda next, and potash the 
weakest in this respect as regards .1 lioro-.silicatc glass. Sackur, on the contrary, has produced 
a glass which is opaque to all the photographically aclinic rays by healing the glass w iili a mixture 
of sulphide and sulphate of silver. The silver is reduced to the metallic stale and colours the 
glass brown. 

For electrical insulation, a boro-silicate glass containing baryta and lime, but 
free from alkali, has been found by Schott to be liiglily satisfactory. 

For thermometers, a whole series of special glasses are now made, according 
to the particular purposes for which the instruments are to be used. 

Mibt glasses expand sliglitlyon repealed use .is thermometers, so that ibc instruments given 
lower reading than they should do. This phenomenon is known as depression. It is most marked 
in glasses containing both |Xitasli and soda; glasses which contain only one of ihese oxides are 
heiter, bui two of the glasses made at the Jena works are quite free from thi.s defect, blass 16 III. 
consists of 67.3 per cent, silica, 2 per cent, boric .icul, 14 per cent, soda, 7 per cent, lime, 7 per 
c«nt. zinc oxide, o.2tj>er cent. MnO, and 2.5 j>cr cent, alumina. No. 59 III. consists of 72 per 
silica, 12 per cent. Ixiric acid, 11 jierccnt. sfxla and 5 percent, alumina ; it is very refractory, 
and is largely used for iiiirogen thcrmoniclcrs for measuring temperatures up to 500® C. No. ib III, 
's Used all over Germany for the manafaclure of thermometers .and hydrometers. Moreover, it is 
t2.siiy Worked in ilic blow-pipe on account of its content of boric acid and alumina. 

Artificial gems arc nude of strass or paste, whicli is a dense lead (Hint) 
glass with the highest available refractivity, and may be regarded as a special 
kind of optical glass. Most natural stones are crystalline, and cannot therefore be 
perfectly imitated by any amorphous glass. By cutting tlic gl.iss so tliat it may 
lave similar facets to the genuine .stones, however, sufficiently good imitations may 
e made, though glass can never be as durable as true stones. '1 he raw materials 
“ed must be specially purified, so as to obtain the greatest possible transparency, 
harness, and freedom from colour, parlicukarly for imitation diamonds. 

M eonsisU cf powdercrl qaarlr too jMrIs, red lead 157 parts, caustic potash 

s* wric acid 5 parts, and while ftrsenic i part. These are mi.xcd well together, melted in 
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a covered pot, carefully freed from scum or gall, and then stirred carefully and continuously until 
the metal is too stiff to stir any more. It is then annealed with great care, and the pot is eventually 
broken up and the fragments of glass are cut to the shapes desired. For coloured stones, the glass 
has added to it a small quantity of a suitable metallic oxide (p. 269}. 

Paste gems may usually be detected by their inferior hardness and by their 
lower refraction. Chemical tests can seldom l>e applied, as they would too seriously 
reduce the value of the gem if it were genuine. 

During the past ten or fifteen years the production of gems of the same com- 
position as natural ones, but prepared artificially, has been extensively developed. 
For these sec separate article, p. 63, Artificial Gems. 


DEFECTS IN GLASSES 

The chief characteristic of ordinary glassware is its transparency, freedom 
from colour and lustre. In the best modern glasses these properties are retained 
without difficulty under ordinary conditions, but the ancient glasses — which were 
necessarily rich in alkali in order to be of the requisite fusibility — suffer from a 
species of corrosion which is commonly termed decay. This is specially noticeable 
in the antique glasses preserved in museums and elsewhere. 

The defects of glasses may l)e arranged in three groups, as suggested by Pazauieck : — 

(<7) Glasses which have l>een badly manipulated by the woiknten engaged in their nianiifacUue. 
Such glasses contain bubbles, inclusions of unnicllcd panicles, particles of reduced lead, causeii by 
stirring a flint glass with a woollen slick, striic, aod other signs of lack of homogeneity. Nothing 
can be done with such glasses when they have once been made into articles (see p. 260). 

(^) Glasses which have decayed by exposure to unsuitable conditions. The most fretiucnl cmise 
of trouble in this respect is the too vigorous cleaning of the glass with strong detergents, such as 
caustic alkalis or mixtures of soap and fine sand. Some glasses will be corrotlcd il left wet for a 
long lime, as the water has a perceptible action upon them. As the interior of the glass is usually 
softer than the outside, owing to differences in the annealing, extensive abrasion of tlie outer film 
only increases the tendency to decay. Glas.ses should, therefore, be wiped quite dry and, if valuable, 
should be stored in dry and dust-proof cabinets. 

Gla-sses of defective composition, this being the cause of their decay. Such glasses will 
deviirify in course of lime, or will develop colours which they did nut originally possess. The 
development of a colour after exposure to intense sunlight, or to some of the more aclinic rays 
producefl in electric lamps, is often due to the use of insufficient decolorant (p. 250), but this is 
by no means invariably the case. The colour may sometimes be discharged by healing the glass 
to dull redness. The precise cause of this coloration has not l>een fully explained ; it is not 
improljubly due to some rearrangement of the atoms within the glass molecule, l^roughl aUnit by 
the action of the light or other emanatioo. Some suggestions with respect to this will 1 )C fuuwl 
in the section on the “Constitution of Coloured Glasses” (p. 267). 

Mallness or turbidity is sometimes due to the production of minute hair-cracks on the surface 
of the ware ; this may 1« followed by spalling or flaking. 

Cut glass tends to decay more rapidly than plain or moulded, as the cutting removes a p'lrticn 
of the harder external film and exposes the softer glass beneath. There Is no remedy for tins, as 
an effective reheating and annealing would rIesUoy the beauty of the article by rounding the sharp 
edge.softhe design. 

The decay of glass is not due to a contagious disease, as is often supposed by the ignorunt, but 
to the fact that all glasses are slowly soluble in water, those which are rich in alkali being the most 
readily attacked. 


OPAQUE AND COLOURED GLASSES 

The production of coloured glasses forms an important branch of the industry 
of glass-making, though most of the colours employed have been in use for many 
years, and some of them for several centuries. 

The improvements which have made possible some of the most beautiful "of modern colour^^^^ 
glasswares are, therefore, due to the use of pure colours, and of improvements in the 
of the glass itself, rather than to any striking discoveries in the form of new materials. An j]| 
to this general statement may, per^p, be fouml in the case of the selenium compounds, wnic 
be mentioned later. 

The question, “What makes certain glasses coloured?” is extremely 
answer. It is not sufficient to state that the colour is due to certain colou ^ 
silicates, unless the precise compounds are stated, and this is usually oniitteo. 



GLASS 


267 


expressed in very indefinite language by writers on this subject. The reason is 
simple, and is due to the general conception of glasses as mixtures of various 
substances in a semi-fluid state, />., in the state known as a “solid solution” (p. 241). 

If, on the contrary, glasses are recognised as being definite chemical compounds (though like 
most coiinnerciai compounds they are not in a pure state), much of the difficulty of understanding 
their constitution is avoided ; Ibis is especially the case with coloured glasses. The difficulty of 
nroviiig in a simple manner that glasses are really definite chemical compounds is, however, very 
creut, as glasses do not all belong to one class of compounds, some Ircing much more complex than 
uihers in tlieii composition. 

According to W. & t). Asch, most, if not all, glasses aic compo.sed of a .series of ring compounds 
(p. 236), and at some of the points of combination variou.s metallic oxides may be inlroduced into 
the molecule. These |>osition.s are marked with a t in the formuke on pp. 237-239. Itisthe.se 
metallic oxicics in, combination with the immediate silica groups which form the chromopliore or 
oilouring agent. The .structural formulae of three iinp<jrtant glasses— i:o/iper ruiy, and 
aviit/u/ i’u!— may be represented as shown on p. 268.’ 

Many facts hitherto inexplicable can Ire understood by means of such formula'. Thus the 
foniiuke show that only the aventurine contains free cop|)er ; this was proved by Wohler who 
extruded the metal with mercuric chloride, and by Zulkow.ski who converted it into cuprous oxide 
by ineins of an ammnniacal solution of copper .sulphate. Zulkowski has also proved that porpora 
and copper ruby gla.ss contain no free cop|)cr when pro|)crly made. His rc.searchcs also destroy 
the foundation for the view that the colour of these last two glasses is due to the glass holding 
tiietaliic copper in solution, IJonlemps, an<l, somewhat later, Seger found that many different 
colours can Ijc produced from llie same mixture by altering the conditions of tiring, and particularly 
of the nature of the cases entering the crucible or gla's pot. This may be explained by regarding 
ihe atoms immediately connectexl with the copper in the cum|x)und as forming a throiiiophore 
group ; if the glass is exposed to rtxlucing conditions the oxygen i.s removed from this chromophorc 
group and the glass is converted into a dark grey or black mass, but on Ueaiment with an oxidant 
the red colour is restored. 

It lias long been puzzling to understand why so small a proportion of colouring agent could 
effect 80 large a proportion •>f glass. Tins fact i.s, however, a direct consequence of Asclvs theory 
and formula;, and a further consequence is that the maximum p<)ssib!c content of colouring oxide 
i.s definite and necessarily small ; its amount for any metal is determined by the number of molecules 
which can he introduced into the formula at the points previously jjidicated. If analysis shows 
more copper (or other metal) than can Ire accornmodatexl at these points, the remainder must exist 
in the free stale (as in aventurine glass). 

Whilst the application of this theory of the constitution of coloured glasses has not yet been 
applied individually to many of the products of English glass works, the success met with on its 
application to glasses of German and French origin merits its further study in this country. It Is 

of course, necessary that a coloured glass should consist exclusively of one kind of compound ; 
on the contrary there is evidence that some coloured glas-ses consist of a coloured glass mixed with 
a colourle.ss one. Seger’s ruby glas.s made by adding i per cent, of cop{>er to a glass corresponding 
lo 6Xa.p.6Ca0.6fl20s.3oSi02 appears to be of tltis kind, as the chromopliore group can retain 
4 per cent, of copper in the moleatle. 

Fortunately, the manufacture of coloured glasses has reached a high degree 
of perfection quite apart from any accurate knowledge of the chemical constitution 
of the glasses, for the colours can, in most instances, be formed by adding a suitable 
oxide to the glass mixture and then submitting the contents of the pot or crucible 
to such oxidising or reducing flames as experience has show’n to be necessary. 
Two methods of colouring are used : the colouring agent is mixed with the whole 
bulk of the glass which is then known as pot-metal colouring, or a little coloured 
glass may be applied to the surface of the glassy mass, this being known as flashing. 
Hashing is obviously far cheaper in some instances than is pot-metal colouring, 
but with cheap colouring agents, such as iron, there is little difference in the two 
nietliods. 

A third method of colouring glass consists in painting pieces of colourless sheet 
glass with more fusible glass to which suitable colouring agents have been added ; 
this method is fised for the stained glass employed for windows in churches, etc. 
After painting, the glass slips are reheated in a small muffle furnace so as to fuse 
^be coloured glass without affecting the background on which it is painted. 


^ It should be observed that each hexagon in the formula contains both silicon and oxygen atoms, 

tri-hexagon. <li Ivinfr i>nuival«nt lo Si ^ .ivnU.m*.! nn n 



268 


INDUSTRIAL CHEMIS TR V 



a 

2 h 



' 't 't ' 


0 — « k—O 



(OK)o- ‘ ,1 .-(OR), 



GLASS 


269 


The following colours are produced with the oxides named below 

Green glass is usually produced by iron compounds, which form a variety of shades according 
10 the form in which the iron is introduced. Magnetic oxide or a mixture of ferrous and ferric 
oxides produce the typical ‘ ‘ hollle glass green ” ; purer ferrous oxide produces a bluish green ; ferric 
oxide produces a yellow or yellowish gieen, the yellow tone being strongest in flint glasses. Under 
some conditions— possibly with reduction of the iron to the metallic state— a purple-red colour is 

formed. 

Chromium oxide also produces green glasses, but they are more or less yellow if the conditions 
in the furnace are unfavourable. It is usually adder! in the form of pota.ssium bichromate, and care 
must t'C excess or it will render the glass turbid without giving it the desired 

colour. The so-called chrome aventurine is made by using an excess of chrome, which crystallises 
uut in the form of mirtute green crystals, reputed to consist of chromic oxide. Copper oxide also 
profUices beautiful green glasses, providing it is fully oxidised. Mixtures of chrome and copper 
were used for the green wine-glasses of the Romans. 

Blue glass is sometimes made by adding copper oxide to a glass rich in silica and alkali, when 
a rich sky blue may be obtained, hut the chief agent for the production of blue glass is cobalt oxide. 
So powerful is coljalt that O. i per cent, of it will produce a deep blue gla.ss. The colour is changed 
to violet in the case of soda glas.s, and to sky blue in the presence of a little iron or copper. 

Violet glass is usually made with manganese compounds, the composition of the glass 
affecting the colour ; thus soda glasses are reddish violet, irotash glasses are bluish violet, and so on. 
The colouring power of manganese is somewhat weak, and upwards of 6 per cent, is generally 
necessary, .^^anganese compounds are very sensitive to reducing agetits, and their colour is 
generally discharged if the glass melt containing them is sul>jected to reducing gases. They are, 
therefore, a valua,blc means of decolorising some glasses. Nickel oxide produces violet glasse.s, 
but is somewhat uncertain ; the best results appear to he obtained with pot.ish leacl (flint) glass, 

Brown glass may be produced by nickel in a crown glass, or by a mixture of manganese and 
iron oxide in other types of glass. 

Yellow glass is commonly produced by means of iron com|)ounds in the presence of an 
oxidant, .such as manganese, by the a«ldition of an excess of red lead, or by the use of uranium 
oxide. Finely divided carbon (charcoal) also ntakes glass yellow, especially in the presence of 
sodium sui['hi'de. Sulphur compounds are valuable coloram.s, and the yellow glasses they produce 
are specially useful inasmuch as they are selective in action, and do imt permit ultra-violet rays to 
pass through them. For this reason, they are valuable in glas.ses used for storing liquuls which are 
sensitive to light, such as beer, solutions of silver salts, etc. Lead aniitnoniale is sometimes used 
for glasses whli a yellow opacity. 

Black glass, like black porcelain, is unknown ; llte ne-irest approach to it is a very dark violet 
or blue wiih some brown in it. Such a glass may be made by mixing cobalt, manganese, and iron 
nxitits with the glass. A dark hyalite glass is also made liv a<lding ferric sulphide to bottle glass ; 
the siiljihiir and iron combine to produce .1 glass which, for many purposes, is sufticiently dark to be 
regarded as black. 

In borax glasses, copper oxide and manganese dioxide give Ireiier results than m.inganese 
dioxide and cobalt. 


Pinkish shades are frequently made by flashing with a thin film of red glass, but pot metal can 
be coloured pink with tellurium, or with selenium compounds. 

Red glass may be made wi()i either goKl or copper as the colouring agent. An extremely 
small proportion of gold is necessary, and it is commonly undersIcHRl to he in the form of a colloid 
or suspension of the metal, the p;iriicles of which arc so fine as to Ire distinguished only by the ullra- 
luicroscope. Zsigmondy estimates their diameter at o.oooor mm. (dne of the iiest methods of 
prep.Triiig gol<i nthy glass is to precipitate the gtrld with colloidal stannic acid, and to add this to 
die glass, A yellowish gla.ss is usually fornietl at first, hut on rehealing it turns to ruby; the 
beating must then he stopped, as prolonged or excessive healing sjroils the cohiur. Cupper red 
glasses are of several kinds ; three have already Ireen mentioned, an<! their formuhe given on 
F 268, Tlic iresl results are obtained with a flint gla.ss to which a small proportion of cuprous 
^xide, a little stannic oxide, and a reducing agent are a<hle<l. The glass produced is almost 
coknirk'ss. but its colour is developetl hy reheating in .a muflle. 


. Silver stain is a term applied to the yellow colour produced on glass which has been painted 
"bh a mixture uf clay and silver nitrate and then healed in a muflle. The silver penetrates the 
surface of the glass and j)roduce.s a permanent yellowish slain. This method is extensively used in 
production of yellow signs on a transparent ground. 


White opaque glass is made by adding an insoluble while oxide to the glass. There are 
«"'5ral .substances available for this purpose, the chief of which are cryolite, felspar, fluorspar, 
calcium phosphate (bone ash), tin oxide or even silica. The l)esi opacifying media are those which 
solve completely in the molten glass but devitrify or crysmllise out on cooling. The crystals 
^ ^ e extremely minute, and in many cases they arc so small as to render it doubtful whether the 
is not amorplious. Tin oxide is an exception to the rule just staled, as it is an 
of a ‘‘Pacifier, but does not divsclve in the molten glass to form a clear .‘adiiiion. The oxides 
'‘uuinciiiy and arsenic are also used as opacifiers. Upal and altbaster glass have a smaller 
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proportion of opacifying agent than the more opaque glasses, but otherwise they are of the sam^ 
nature. Milk glass, such as is us^ for the backs of thermometers, on the contrary, may contain 
as much as 30 per cent, of the opacifying agent. 

Gilded glass is an important feature of many articles imported from Bohemia. The gilding is 
effected by the use of a solution of gold in a special balsam, the mixture being told by dealers in 
glass-makers’ materials under the term “ Liquid Gold.” This solution is ap^ied to the parts to ],e 
decorated, and they are then heate<l in a muflle furnace to a dark red heat. This produces a bright 
gilt which requires no burnishing. The s.ime process is used in pottery manufacture. 

Uses of Coloured Glasses.— The greater part of the coloured glass made is used in the form of 
fancy articles, though large quantities are also used in the form of sheet for windows and decorative 
work. Thin sheets of opaque white glass, cut to the size of bricks, are also largely used as a 
substitute for glazed bricks for the lining of operating theatres and other buildings where sanitation 
and cleanliness are of first importance. In many instances it would be belter to use much larger 
sheets, and the success altainedby these in a few instances is likely to lead to their extended use. 

Articles for table or decorative purposes may have designs worked on or in them by means of 
coloured glass, applied by the maker during the process of blowing and working. Thus a small 
piece of opaque or coloured glass may be attached to a wine-glass in course of formation, and by 
twisting the coloured glass in various ways many intricate and pleasing designs may be produced in 
a simple manner. Some of the work done in this way by the ancient Venetians has never been 
surpassed either in tlie skill of the workmanship or in the taste displayed in the design used. The 
tendency at the present day is, however, to avoid these delicate designs and to apply the colour in 
larger and simpler masses. 

A comparatively new use for coloured glass is in the production of tiles for walls or floors, 
These are known by various fancy names, Garcliy’s Keramo being one of the earliest of these 
terms. 7 he material U made by heating broken glass until it devitrifies, ar.d then more rapidly 
uniil it fuses sufficiently to bind the crystals together. The fcli-like arrangement of the crysials 
produces a material as strong or stronger than tiles made of earthenware and of equally g^d 
appearance. By cutting the blocks of deviirified glass into irregular blocks and arranging them as 
a terrazro or mosaic, an extremely handsome effect may lie produced. The block.s may then be 
united by means of a mortar of powdered fusible glass, the whole being heated until this glass 
fuses, or Portland cement mortar may be used. 

QUARTZ GLASS OR FUSED SILICA GLASS 
LITERATURE 


J. Bronx’s “ Elektrische Ofen in Dicnslc der keramischen Gewerbe und der Glas- uml 
Quarzglaser-zeugung.’* llallc, 1910. 

J. V. Bottomi.RV.— “Seventh Inti. Congress Applie<l Chemistry,” II., 181. 

C. Colne. — “ Metallurgical and Chemical Engineering,” IX., 226. 

Anon. — ChemUal Trad; Journal, XLVI., 6r, LIE, 1O4. 

Modern facilities for the production of exceedingly high temperatures permit 
the fusion of materials at one time considered quite infusible, and amongst other 
substances now obtainable in commercial quantities, as a result of the existence of 
these facilities, is quart/, or sand which has been brought to a state of semifusion, 
and, on cooling, forms a substance with many of the properties of a glass. 

There is a considerable diversity of opinion as lo whether such a material should l>c termei a 
“glass,” inasmuch as it is a single oxide, and not produced by the fusion of an acid (silica) 
a base (soda, etc. ). Those who term fuseti silica a glass refer to its physical properties alone, 
those objecting to this term do so on the ground of its chemical composition. If, however, 
are regarded as definite »alts of the acid ILSi^CL, it is clear (hat the fused silica must be re^nirdcn 
as the anhydride of the same type of acid, which may be closely related to the glasses, but is yd 
chemically distinct from them. At (he present lime, however, there is a strong tendency in soi'R^ 
scientific circles to regard the term “gixss” as conveniently applicable to a numlrer of substances 
with approximately similar physical properties — the chief of which is that they are amorphniis an 
highly viscous substances obtained by the relatively rapid cooling of a fused mass. Such a definiiw'^ 
has its uses, but it tends to cause confusion with the slags— which arc widely different from ' ^ 
glasses— and with a number of other substances r>f an entirely different composition and origin- 

“ Fused silica ” consists essentially of almost pure silica ; though often termed 
“ quartz glass ” this is incorrect, for the word “ quartz " relates to one “I * ^ 
crystalline forms of silica, and on fusion it loses its distinguishing propertres, an 
is therefore more desirably known by a term indicative of its composition. r“ 
this purpose, “fused silica” is convenient and suitable. 
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It is not correct to represent the composition of this fused silica hy the symbol SiO,, as it is in 
all ptobability a polymerised form of silica for which the symlml (SiOJ, is more correct.' It is not 
at present possible, however, to state the numerical value of jr, nor the number of silicon atoms in 
a .nolecule of either quartz or fused silica. 

The glassy nature of fused silica has been known for many years, but the use 
of an oxy-hydrogen flame for its production was considered to be too costly a 
process, so that it is only recently that its valuable properties have been recognised. 

The earliest recorded production of articles from fused silica is that by Gaudin in 1839, and this 
was followed in 1869 by Gautier who prepared capillary tubes from this material. The hast in 
this country to recognise the value of fused silica was Professor Boys, who, in 18S9, prepared fine 
threads of the material for use in the measurement of minute forces. In 1901, Shenstone exhibited 
a number of articles of fused silica in a lecture liefore the members of the Royal Inslitution, and 
in the following year Ileraeus quite indcpcndenlly prepared a number of other articles from the 
same materials. 

Since that time enormous progress has been made, and the following firms have 
gained a world-wide reputation for their products ; — 



Pig. 12,— Apparatus made of Transparent Fused Quartz. 

(Sy Cffurltty of Mftsrt The Siliea Syndicate t.id.) 

The Silica Syndicate Ltd., London, work in conncciion willi an improvement of Shenstone^s 
method, and produce a clear and transparent “glass.” 

W. C. Heraeus, G.m.b.H., Hanau, uses the method devised by Heraeus, and also produces 
a clear and transparent “glass.” 

Deutsche Quarzg^seliscbaft, fii.b.H., Beuel on Rhine, uses Voelker’s method (p. 273), in 
which a cloudy “glass” is produced. 

The Thermal Syndicate Ltd. , Wallsend-on-Tyne, use J. F. Bollomley’s process (p. 273), 
also prtxiuce a semi-transparent “ glass.” 

Since their first inception, the methods of all these firms have been greatly 
improved, but for obvious reasons many of the improvemenls have been maintained 
trade secrets, especially as regards the production of the largest pieces of ware. 
In any case, the production of such ware must be e-xceedingly difficult, as the 

^ This statement is a natural consequence of the hexite theory previously mentioned, but it has 
en Confirm^ experimentally by G. Martin [Ckem. 1915, CXII., 61), who has shown that 
V ®<^ipitated silica, when dehydrated, has the minimum formula SigOj,} (see footnote on p.,238). 
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temperature required varies from i,70o°-2,ooo” C. Briefly, the four firms mentioned 
work as follows ; — 

In Shenstone’s process (now obsolete) the quartz is heated to z,ooo° C. 
and is then thrown into water ; it is then reduced to a very fine state of division 
without the particles falling to powder. The loose mass is next heated in an oxy. 
hydrogen flame until the particles melt one after the other and form a solid mass 
of “fused silica.” This mass is wrapped round a platinum wire, and the coils are 
heated in the oxy hydrogen flame until they fuse together and a tube is formed. 



Fin. 13. — Ev;i|-»craiing BaNins i»ai)e of Transjtarcni Kusctl Qiiarl/. 

(By courusjf 0/ MfiSts Tht SUkn SynJitalt 



Fig. 14.— Apparatus made of Transparent Fused Quartr. 

(By 0/ Mtun Iht Sitica Syn<fHaie Ltd . ) 


This tube forms the basis of all further ailidcs wliich may lie made, as it can 
melted together at one end, blown into flasks, etc., and generally worked like glnss. 

The Heraeus firm heats quartz for some time at 570" C., which causes it to 
break up into small pieces, which are afterwards fused in crucibles made of indium- 

A.S this metal is cf^tly and the crucibles are strongly attacked tluring the fusion, inelhod 
(like that of Shenstone's) is very costly. Quite recently this firm has patenle*! the use of u niixim^ 
of zirconia and alumina for crucibles, an<l is using such a mixture at the present time. Carlson, 
and clay crucibles cannot l>c useil ; the first reduces the silica to silicon, the second and last comi" 
with the silica and form a slag-like material. 

The fused material is worked like glass, and flasks of 50 c.c. capacity can be 
blown without any trouble. Means have also been found for casting the materia 
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in iridium moulds so as to obtain hollow crfinders, which are afterwards blown 
and worked in the oxy-hydrogen flame. 

This firm claims thal it can produce in fused silici^aU articles whicli can be made in ordinary 
glass with an ordinary blow lamp, provided thal the dimensions desired are not too large. The 
largest article made by this firm in fused silica is, so far as the writer is aware, a lube 50 in. long 
and 2 in. diameter. 

The Quarzgesellschaft and the Thermal Syndicate are able to work 
much more cheaply than those just mentioned, and the size of the articles they 
produce appears to be unlimited, coils of piping over 3 ft. high and basins 2 ft. 

Ill diameter, having been shown by the latter firm at the International Congress 
of Applied Chemistry in London in 1910. The Thermal Syndicate use pure 
nuartzose sand, which is heated electrically by means of a specially devised furnace, 
one electrode of which is embedded in the sand, whilst the sand itself form.s its 
own crucible, as that which is furthest from the electrode remains unfused. The 
material is never completely fused, but is raised to a state of semi-fusion, so 
that the material possesses the requisite mobility for it to be worked like glass. 
Like glass which has been imperfectly cleared, it is cloudy and only semi-transparent, 
being permeated with numerous bubbles, whilst the surface is very rough. The. 
external roughness may, to some extent, be removed by grinding. The process of 
manufacture is protected by various patents, of which 10,670 and 18,434 {1904) 
are the most important. 

This ware is known by the trade name of vitreosil, and has a pretty pearly 
lustre in the smoothest parts. 

The numerous bubliles it contains prevents ii being used for optical purposes and for photo- 
chemical work, and distinguishes it at once from the perfectly clear ware produced by the Silica 
Syndicate and the Ileraous processes, the latter being clearer than much uf the glass used for 
laboratory purpo.ses. In addition to its inestimable value in the chemical industries dealing with 
acids and other chemicals of a corrosive nature, titrtosil is useful for many decorative purposes, 
its [icarly lustre l;eing very charming and quite durable. 

Voelker's process differs from that used by the Thermal Syndicate, 
chiefly in the construction of the furnace used; det.iils are given in the Patent 
Specifications, 5,764 (1907) and 18,713 (1909). The fused silica is moulded in 
iron moulds, a hollow cylinder with one end closed being.introdiiced into the latter, 
a pellet of wet pa[)er is drop[)ed into the cylinder, and the open end is immediately 
closed by pressure. The water in the paper immediately causes the production of 
huge quantities of steam, which exerts sufficient pressure to make the viscous mass 
fill the mould. 

The Quarzgesellschaft, working Voelker’s patents, cl.iim that uansparent fused silica can be 
produced by iliem under favourable conditions, though the bulk of their product is only seinl- 
Iriinsmrcnt and closely resembles vilrcresil. 

H. J. S. Sand (British I'atenl, 15,629, 1913I obtains i|uati2 glass free from bubbles by enclosmg 
the crushed or quenched erystal in a highly evacuated envelope, and melting the whole mass in 
the electric furnace. 

Apart from the patent specifications, the best descriptions of the various methods 
of fusing silica will be found in BroniTs “Elektrische Ofen in Dienste der keram- 
ischen Gewerbe und der Glas- und Quarzgiaser zeugung ” (Halle, 1910). 

1 he chief properties of fused silica are its complete resistance to water, 
acids, and neutral solutions (compare Glass, p. 246), Ibe only exceptions 
being hydrofluoric acid and hot phosphoric acid, anti their magnesium and 
ammonium compounds. 

All alkalis attack fused silica, and most metallic oxides do so at a 
*“raciently high temperature. 

Mr!?'"*’ “ is 'he cleat fused silica to alkalis lhac the sm.ill proportion in human 

which is left by touching a clean piece of ware with the fingers and then heating to 
all th sufficient to leave marks on the ware. For this reason, Hetaeus recommends that 

® ware should be rubbed with alcohol immediately before use. 

ivith^'^*!? ®'''ca ware must not be heated in contact with asbestos, as it combines 
but should be supported on triangles or other supports made of vitreosil. 
VOL, It _,8 ' 
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At 1,000° C. fused silica ware becomes pervious to gases, though less so than 
platinum. At 1,600° C. it softens, and sj3 is unsuitable as a container for substances 
to be heated above this temperature. Prolonged heating at 1,200* C. induces 
devitrification, especially in thin ware; short exposure to a much higher tempera- 
ture will, however, do no harm in this respect. 

Fused silica ware is chiefly characterised by its remarkable resistance to sudden 
changes in temperature; this is due to its exceptionally low coefficient 
of expansion. Consequently, silica ware may be made white hot and 
then plunged into cold water without being affected. The coefficient 
of expansion between 0“ C. and t,ioo° C. is 0.5 x ro"®. 

Thermometers made of fused silica are stated by Siebert and Kiihn to be entirely 
free from ail depression phenomena {p. 265); this is a natural consetjuence of the 
absence of metallic oxides, which, by their change of position in the less stable 
glasses, produce the alteration of the zero point in thermometers in which such 
glasses are used. 

The density of the clear fused silica ware is 2.22 ; that of the 
vitreosil and similar ware is only 2.08, on account of the contained 
air-bubbles. Its refractive iiide.x for the D line is 1.4585 according 
to Abbe, and its dispersion (C-F) is 0.00676. For ultra-violet rays 
it is more transparent than any other glass— even than Uviol glass 
(p. 265)— providing that it is clear, but even a scarcely noticeable seedi- 
ness renders it opaque to these rays. I'he use of clear fused silica 
ware in connection with the mercury vapour lamp by Heraeus has 
provided a source of ultra violet light of remarkable intensity, and 
has greatly facilitated the study of photo-clicmical reactions, such as 
the formation of ozone, sulphur trioxide, hydrochloric acid, etc., from 
their dements. 

Considerable advances in making vaciium-tighl seals for these silica glass vacuum 
vessels have been nude by Dr Henry Sand of Univer'^ity College, Nottingham.' 
This process, as worked by the Silica Syndicate, is as follows 
\ quartz tube is sh.iped as shown in the accompanying sketch, and a moly!)- 
Fui. 15. denum wire placed loosely in posilion at .\ and a piece of lead at n. The air 
Sand's Seal, expelled bv means of a current of hydrogen and the glass closed at c. The air 
is then exhausted from u to a pre.s5urc of a few millimetres. The glas.s at a is 
now softened and pinched on to the molyl)dcnum wiie. The lead in 1; is then melted and allowc'l 
to filter into the .space below, whidi lias been highly healed. If necessary, this operation may 
be assisted by shaking and tapping the tube. The end « is now broken off while the metn! is 
.still molten, so that the atmospheric pressure force.s it well against the surface of the gia5.s. The 
lube may then be cut at e before ihe lead has solidified, and a tinned Icading-in wire nwy b’ 
introduced into it. 

When made in this manner the seals have, so far, never l>een known to fail. They have Ijcen 
fitted to cathode-ray tubes and mercury lamps. 

' H. J. S. .Sand, “ \'acuum-Tight Lead Seals for Leading-in Wires in Vitreous Silica and other 
Glasses,” Proc. Phys. So(. of Ijmdon, Vol. 26, Part 2, Keb. 15, 1914. 
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SECTION LXXIV 

ENAMELS 


By Alfred B. Searle 
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Enamelling.” 

f. GrCnwamj (trAns. H. Hodgson).— “ Enamelling on Iron and Steel.” London, 1909. 

' “Iron Knamelling and Tinning.” Ixindon, 1912. 
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\V. N. iJKow.s.—“.\rt of Enamelling.” I/sndon, 1913. 

“ 1‘rinciple.s f)f Dipping, Hurnlsliing, and Lacquering.” London, 1914. 

There arc many patent specifications relating to enamels. 

Enamei.s are, strictly speaking, opaque glazes, but the term is used somewhat 
loosely to iudic.atc many materials which give a glossy surface to any articles to 
which they are applied. Thus the japans form one class of enamels whose basis 
is entirely vegetable (see “Industrial Chemistry; Organic,” p. 49), and the term 
enamel is extensively used with reference to a number of varnishes applied to 
articles with or without subsequent heat treatment. In other industries, and among 
those persons who are careful in the use of terms, the word enamel is only applied 
to substances to which a gloss is given in consequence of the particles composing the 
surface being heated to such a temperature that fusion has occurred, and a glass-like 
Iiiateiial formed. When used with even greater strictness, the word enamel relates 
exclusively to opaque substances of a glassy nature- Thus a coating of clear glass 
or glaze ought not to be regarded as an enamel, though much enamelled jewellery 
is of this kind, the metallic basis being obscured, but not hidden, by the intensity of 
ihe colour of the so-called enamel. The continual misii.se of the word enamel, 
therefore, tends to confusion, and makes it nectessary to refer to numerous substances 
which ought not really to be included under this title. These may be summarised 
as follows : — 

Vegetable enamels, including lacquers and varnishes {“ Induslria! Chemistry ; Organic,” p. 49). 

Paint enamels, either of a ceraeniitious character (Sorel Cement, p. 127), or of such a nature 
that they dry glossy instead of being dull. 

Glassy enamels, such as are used for enamelled jewellery, etc., and consisting in reality of 
coloiiied gias 5 c.s of very low melting point (highly boracic glasses). 

Glazes (p. 178), which ought only to be Icrmed enamels when they are opaque. 

True enamels, or opaque glasses or glazes, made by covering the material to be enamelled with 
s shualtle mixture, and heating both in a kiln until a glossy surlace h obtainerl by the fusion of the 
P®* iflttrc. Such enamels are distinguished from stoverl lacquers or japans by the fact that the 
of an exclusively mineral character, whilst the latter are of entirely vegetable origin. 

y the true enamels are considered in what follow's. 
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The raw ingredients of enamels are the same as those of glasses and glazes, with 
the addition of some opacifying medium (pp. 269 and 278). If the temperature 
at which the enamelling can occur is sufficiently high, opaque glasses may be used, 
though the difficulty of making these with precisely the same coefficient of expan- 
sion and contraction as the material to which they are applied is sometimes 
almost insuperable. Glazes— which are specially modified glasses— are therefore 
more suitable, as the constituents which they possess, in addition to those of the 
true glasses, are used with a view to overcoming this difficulty, a difficulty which is 
particularly great in the manufacture of enamelled iron ware. 

The colours used in the production of enamels are the same as those used in 
pottery (p. 163), but as most enamelling on metal is done at relatively low tempera 
tures it is often practicable to use a greater variety of colours than is possible for the 
potter, with the exception of what the latter uses in “overglaze” decoration (p. 180). 

Broadly speaking, enamels are used for two distinct purposes : to improve the appearance of an 
article, and to give il an impervious and smooth surface. These two objects are not necessarily 
inseparable, so ihat in some cases enamel-s may be used for purposes of decoration (as on jewellery ) 
which are not resistant to water, and soon decompose on exposure to wet and frost. By far ihe 
greatei part of modern enamelled metal ware is made with a view to protecting the surface of ihe 
metal from the action of weather and water, and to enable the advantages of construction which ;ire 
offered by iron .and steel to be combined with the cleanliness and desirable surface-characteristics 
which are found in pottery. Much enamelled iron ware is, in fact, an attempt to produce 
“ unbreakable pottery.” Where this is the case it will be found, with few exceptions, that lire true 
pottery is l^eller than the enamelled ware, but in some cases pottery woulil appear to l>e un- 
suitable (as, for instance, enamelled iron saucepans) as it cannot be liroughi into direct contact with 
flame without being damaged. Decoratively-cnamclled iron is often inartistic, .and isopen to ilic 
great objection that it appears to be something different from its true nalurc. in spite of these 

objections, there is an enormous field of uscfulnes.s for enamelled metal in the case of those articles 
where its strength, portability, and the facility with which il may be heated give it an advantage 
over other materials. 

The danglers attending the use of enamelled metal for culinary purposes are seldom rca!iM.-d, 
Quite apart from the possible poisonous properties of the enamel itself— due to ihe use of lend 
compounds— there is a considerable liability to serious illness as the result of sni.all cliip.s of en.iiml 
Ijecoining mixed with the food. The difference in the relative expansibility of the enamel uml the 
metal beneath is always sufficient to cause a separation of the enamel after re|)eated chan;^c.s in 
temperature. This is particularly noticeable in culinary articles, such a:v enamelled .sKuccpaiis, and 
these ought not to lie used when once any of the enamel has come a«ay from the metal. 

The characteristics required for enamels on pouery are practically the same as 
those for glazes (see p. 1 78). 

The most important j)ro|)eriies of enamel for iron and steel are; — 

1. It must adhere well to the metal ami show no tendency lu leave It its liy crazing (cracking) 
or shivering (peeling aw.ny). 

2. The heat-treatment recjuired by the ground coat and the subbe(|uent coats must be such as 
to avoid the proiluriion of defects in the latter. 

3. The enamel must resist the action ol dilute acetic acirl. 

4. The enamel must contain nr* lead if used for (hmiestic purposes. 

5. The finished ware should have a pleasant ap|>earance. 

6. The cost of production should be sufficiently low to admit of a profit. 

7. The enamel must l>e capable of Ireing fircrl at under 1,000’ C. 

The production of ware covered with such enamels may be conveniently divided 
into four groups:— 

Casi-iron (sanitary and domestic) ivare. 

Sheet-steel and sheet-iron ware. 

Ornamental and art wares, 

Castdron wares are usually large and heavy. The iron is rough in surface and 
contains numerous impurities which cause difficulties in the enamelling. Stringth! 
with as much beauty as circumstances permit, is the chief feature. 

Sheet iron and sheet-steel wares arc usually small and light ; the methods 
by which the sheets are manufactured gives the metal a smoother surface, and the 
impurities in it are less objectionable. Utility and lightness are the doniinan 
features. 
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Watch dials and art wares do not require to be so accurptely worked, as 
they are subjected to the same conditions of strain as ate the sanitary and 
domestic wares, and for the sake of brevity they may be considered as special 
adaptations of the methods applied to the latter. 

The enamelling of metals diffeis from the glazing of pottery in one very important respect, 
viz., the potter may vary the composititrn of both his Ixrriy arrri glaze, but the metal worker cannot 
materially modify the composition of the racial he is called upon lo enamel. It also differs in the 
{act that the enamelled metals must he brought directly out of the furnace and cooled rapidly, 
whereas pottery may be cooled as slowly as may he desired. These diffcrencc.s are important, as 
Ihcy necessitate the whole of the^ permissible variations lu-ing made in the enamel itself, there 
heing hut little variation possible in the firing temperature. The cnmpo,siiion of the enamel is, 
consequently, of the greatest importance, and ability to adapt it to the requirements of the manu- 
factured articles is absolutely essential to success. 

Mode of Manufacture.— The surface of the iron or steel is cleaned by 
means of the sand-blast (or less satisfaciorily by pickling), and to the clean metal 
is applied a ground coat whose chief fiinclioii is to form a sticky surface to which 
tlie powdered enamel will adhere until it has been fused on to the metal. 

Different manufacturers have each their favourite mixtures, but their cliicf 
ingredient is borax to which sufficient clay has been added to prevent it from 
flowing too freely. This ground coat is applied in the form of a thick cream or 
slip, which is dried by gentle heat and is then fused to a somewhat rough glass. 
Some manufacturers prefer to fuse this coat on before ajtplying the enamel proper, 
but others consider this first heating to he unnecessary. It is, of course, of the 
greatest importance that this ground coat should adhere perfectly to the metal, 
as this is its chief piir|iosc ; its a|)pearance is of minor ini|)ortance. 

.\s soon as the ground coat is fused, the ware is withdrawn from the furnace, 
and before it has time to cool it is covered with the powdered enamel, applied 
by shaking it througli a sieve of moderate fineness. The ware is again placed 
in the furnace and ke[)t at the correct temperature (which usually lies between 
580“ and 1,000“ C.) until the enamel is pro|)erly fused. If the first coating of 
enamel is not sufficiently thick, a second or even a third must be applied. As 
soon as the enamelling i.s completed, the ware is allowed to stand in the open 
workshop until cool. Muffle kilns (preferably seini-gas-fired) arc invariably used ; 
each heating takes less than ten minutes. 

Materials.— The metal used in the enamelled sheet ware must be of high 
tpiality, as it must not only stand the necessary shaping processes, but It must 
be free from sulphur and phosphorus in pro|)Orlions likely to affect the enamels. 

It is essential that it shoulti have a perfectly clean surface, and if nil has been used in llie shaping, 
it will usually lie necessary to heat the unglazeil w.nre in the imiflle for a short time so as to burn 
off all the oil and grease. If the heating is cnniimicrl a little lunger it will oxidise the surftce of 
the metal, and a sulrscquent pickling in acid will then -serve lo produce a clean metallic surface. 


the enamels are usually of a complex composition, atid frequently contain 
all the following ingredients : — Kelsixir, flint, clay, chalk, sodium carbonate, borax, 
cryolite, felspar, saltpetre, lead, glass, and a colouring or opacifying oxide. For 
decorative enamels lead may be used, as its poisonous action is not generally of 
'“'Portance in the purposes for which these articles are used. 


^ Two chief tyjazs of enamels are used, their composition being represented by the following 
molvcuLir formula: 


for cast-iron ware (sanitary ware) — 

39 PbO and BaOf 
II K ,0 

19 NajO ] 

II CaO I 

4 ZuO } 

or sheet-steel ware (domestic ware)— 
?K/) f 


II AIjO, 


n: 

U 4 


72 SiOg. 
BnO,. 
SliOs. 


(72 SiOe- 



2/8 


INDUSTRIAL CHEMISTRY 


In order to obtain a composition as uniform as possible it is advisable to frit (p. 162) the 
ingredients of the enamels and to grind the fritted mass to a fine powder. The colours are the same 
as those used for pottery (p. 163), the “ overglaze ” colours being preferred, as they agree more 
closely in the temperatures at which they arc to be fired. Opaque while enamels owe their 
characteristic appearance to the tin oxide used. 

In such enamels, soda and potash may Ire replaced as desired, but the more potash the greater 
the brilliance of the enamel, as potash is almost invariably added as felsp.ar. Lime appears to he 
essential, but too much of it mak^s the enamel too infusible. Alumina is added in the form of 
clay and felspar ; it increases the adhesiveness of the enamel and reduces its fusibility. Silica is 
added in the form of flint, clay, and felspar; it hardens the enamel, Irut too little must not 
be used or the enamel will crack. Fluorine is added as cryolite, and is used to produce opacity 
and fusibility. Borax introduces loth soda and lioric acid ; the latter behaves like silica, hut 
it increases the fusibility of the enamel. It also increases its brilliance. 

Ground Coats. — It i.s u.sually found that, providing an enamel possesses the 
necessary fusibility and appearance at the temperature at which the burning can 
be carried out, there will be little difficulty with regard to its composition. The 
crux of the enameller’s work consists in forming a ground coat which will act as a 
suitable intermediary between the enamel and the metal. Indeed, this coat is the 
controlling factor in enamelled metal work, and where failures occur it is almost 
invariably due to some error in the ground coat. The two properties es.sential ii: 
a ground coat are (a) the production of an adetjuate bond between the metal ,aiid 
the enamel, and (fi) the suitability of the fusing point. It is now agreed that the 
ground coat must .soften at a lower temperature than the enamels applied to it, but 

it must not flow at as low a temperature as any of the enamels. It must, there- 

fore, have a long range of fusion. The colour of the ground coat is unimportant ; it 
is usually dark, on account of the metal which it dissolves from the sheet. Some 
workers believe that an efficient ground coat must contain cobalt, but various 
ex|)eriments have shown that this is not essential, though often convenient on account 
of the affinity between cobalt and iron. 

The composition of the ground coal may W varied witliin uidcr limits thiin that of the covering 

enamels, and is more diflicuU to adjust to suit the reijuiremeiUs of any ^iveii iirtihle. Liniib 

widely recognised are shown in the following molecular ratios : — 

10—49 K J) 

0—40 NasO 
9—42 CaO 
0—4 CoO 

A composition introduced by C II. Paris In 1850 , and still extensivt ly used, 
consists of broken glass. 130 parts; sodium carbonate, 20 parts; and boraric acid, 
12 parts. 

Tests. — The ctimmonesl lest of the value of an enamel coaling is to hammer it repentciily. 
really good enamel will resist many p^iwerful blows, and where it fails it will pull off some cf 
steel with it. A p(X)r enamel, on the contrary, will soon crack and peel ofl, leaving the ck-Tn incl^l 
below. lien ling tests are souielime.'* trie<], hut they are unnatural and unfair. Healing " 
made by plunging the refl-lmi ware into cold water — are almost loo severe, yet llie best ciiainn^ 
will usually stand such treatment, though not re|)eatedly. 

For domestic purjKrses, the ware may l>c tested by boiling dilute acetic aci<l in il. If>liea|:i 
attacks the enamel, the latter will lose its gloss; the acid may alsf) l>e lesteil to ascerlain 
any lead has Ijecn di.ssolved from the enamel. {Strictly speaking, no lead should be used in ''nanif 
ware for culinary purposes.) 

Art Enamels.— Art enamelling i.s almost invariably executed 
or copper. It may be divided into four groups Cloisonn^, 
divisions or cells made of fine wire are soldered on to a metal basi.s 
these cells l>eing afterwards filled with powdered enamels whicK - 
position; Cbampl^V^, in which the design is hollowed out of a metallic J 
the hollows being filled as in cloisonne ; Limogcic, in which the enamels are me 
direct on to the base without the use of ceils or hollows ; pointed enamc > 
which the enamel is dropped on lo the base in a semi-niolten state, in 
similar to that used in sealing a letter with wax. 


on gold, 

in which "small 
(usually copper), 
are fused 


,, M n f 72 -ni SiO„. 
6 -31 ala ;;3_33BA.' 
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The composition of these different enamels varies greatly, but they are ciiiefly mixtures of flint, 
fed lead, and nitre, with sufficient l>Qrax to give the requisite fusibility, and at the same time 
prevent excessive crazing or cracking. A much-used recipe for Champleve enamel consists of— 

Flint • ' *3 parts. 

Borax - I part. 

Nitre • ■ - 6 parts. 

Red lead • - 6 ,, 

For silver enamelling, some modification of the following recqie is extensively employed— 

White lead - - - 22 parls. 

Nitre - 17 ,, 

Flint ' tS ). 

Some enamellers of gold and silver start with borax, and modify this by the addition of flint, so 
-vs to prevent crazing, but the more complex mixtures just mentioned are preferable and more 
durable, and correspond closely with the enamels sold ready for use. 

Besigns may be painted by hand or printed on paper, and transferred as in 
tlie decoration of pottery (p. iKo). Sometimes the design may be printed directly 
on the metal, tlic enamel being mixed with a mixture of oil and wood tar to make 
it adhere. 
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SFXTION LXXV 

THE ASBESTOS INDUSTRY 

Bv F. W. Penny, E.Sc., F.G.S. 

Economic Geolo^it 

UTERATURE 

Fritz ARKEL.--“Chrjsotile A.sl)estos: its Occurrence, Exploitation, Milling, and Uses.*’ 
(Published in 1910 by the Mines Branch of the Canadian Deparlmenl of Mines.) 

See also references in text. 

Definition.— The term “ asbestos ” is a collective name of no definite mineraiogical 
significance which has been applied to a variety of silicate minerals which differ 
from each other in chemical composition and physical properties, l)ut resemble one 
another in their finely fibrou.s texture and flexibility— quite accidental properties 
due to the enormous elongation in one direction of the individual crystals that 
compose the aggregate. The value of these “mineraiogical phenomena” depends 
on the facility with which they are capable of being split up into long and flexible 
fibres which can he spun like cotton and woven into cloth ; on their resistance to 
the action of heat and acids, and on their non conduclibilily with respect to heat. 

All that has passed under the name of “asbestos” in commerce can be broadly 
classified either as fibrous varieties of the amphibole group of minerals, or as 
fibrous serpentine. 

AMPHIBOLE ASBESTOS 

This group is of the lesser commercial importance, since the fibres are not 
raticli good for textile purposes on account of the lack of strength and flexibility. 
But they possess the advantage of being unacted upon by acids and are with 
difficulty affected by heat. They usually occur closely associated with pyroxene 
and hornblende rocks of the crystalline melamorphic series, as aggregates or bundles 
of closely compacted fibres traversing the rock in crevices or veins sometimes many 
feet in length. The varieties of amphibole asbestos are all anhydrous compounds 
of silica with an earthy base, and contain very little alumina. The following forms 
are recognised ; — 

1. Tremolite or Italian asbestos - - Ca0.3Mg0.4Si0.2. 

2. Actinolite asbestos - - - Ca0.3(Mg.Fe)0.4Si02. 

3. Anthophyllite asbestos - - - 6MgO.FeO.8SiOj.HjO. 

Tremolite and actinolite asbestos are very simitar, both being silicates of 
magnesia and lime, but the latter having some of its magnesia replaced by a 
molecular equivalent of ferrous iron. 

The following is an analysis of typical tremolite asbestos: — 

SiOj- - - - 57.2 I CaO - - ■ ■ 13.4 

AlA - ■ .9 KjO • • ■ - .3 

FejO, - ■ ■ -5 NajO • - - .6 

FeO - . - 2.7 Loss on ignition - - 2.4 

MgO - • ■ 22.8 I 
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They are dull green to white in colour according to the amount of the iron 
present. 

Treraoliie asbestos has been mined since very ancient times in north Italy’ — Val d’Aosta and 
Val Tellina on the southern sloj'jes of the Alps. Only a small percentage of the fibre can be applied 
to spinning, and then usually mixed with cotton or fine copper wire, on account of its brittleness. 
Its chief use is in the manufacture of millboard, but a small proportion is exported (571 tons in 
1912) and thi.s fetches about j^2t a ton. 

In Eastern Canada the name actinolite is apparently applied to all asbestos fibres which are 
wanting in flexibility, independently of their chemical composition. Its value is about £3 a ton. 

Anthophyllite asbestos differs somewhat from tremolite in chemical com- 
position, ail the lime being replaced by magnesia and a part of the magnesia 
by ferrous iron. 

A typical analysis is the following : — 


SiO.. - - - . 57.4 I CaO - - - ■ .3 

Al., 0 . - 1.4 } K.O - . ■ .3 

Feb - • 7.6 j Nap - • .6 

MgO - • ■ - 29.5 1 Loss on ignition - • 2.6 


It has hitherto been chiefly recc^nise<l in the United Slates'— Georgia and Idaho— but there 
little doubt that many of the occurrences in other parts of the world usually referred to tremolite uill 
prove to be anthophyllite. It is little used commercially, the fibres 1 )eiiig brittle and usually .short. 

.Crocidolite, or blue asliesios, Na.j0.Fe;,0;t.4Si(X i-aKeO.SIO.j, is a silicate of iron and soda; 
the following analysis shows its typical coni}>osilion 


SiO., - 

• 52.11 

.MgO - 

■ 1-77 

Al., 0 .- 

• J.Ol 

CaO ■ 

• '75 

Fe:,0..- 

• 20.62 

Na.0 • 

■ 6.16 

KeO • 

• 16.75 

I,os.< on ignition 

■ 1.58 


It is of no commercial importance at the present time since, altliough it occurs in King silky filircj 
which can be readily separated and spun, it is very inferior to all the other varieties in fire-resi^ling 
power, easily fusing in an ordinary gas to a black magnetic gla.-'S. It occurs in Griqualaiid 
\Ve.sl (N.W. Cape Colony’). In 1907 604 tons, valued .11 >^9,060, were exported. 


SERPENTINE ASBESTOS 

Chrysotilo occurs in vein.s In ser()entine rock, with whicti it is identical in 
composition, i.f., hydrous silicate of magneski, 3Mg0.2SiO,.2H,,0, with part of the 
magnesia often replaced by lime or ferrous o.xide. 

Occurrence. — Serpentine masse.s, with the included veins tjf .asbestos, .irc 
to-day principally exploited in Eastern Canada. In the eastern townshi|« ol 
Quebec^ the asbestos fxxurs in certain ser[)entine masses, running north-east from 
near Lake Mephremagog for alknit 150 miles. 

Irr 1912 lhi.s district prcrfluced a!x»ut rio.ooo i»f asl)estos, valued at over ^600,000, repre' 
senting roughly three-quarters frf the world’s output. .\ further occurrence— as ycl of ivit lU'R'li 
economic value— occurs to the ni>rth of Duawa.'' 

Large serpentine ma.s.se3, in simibir association to the former, occur on the western coTfl '> 1 ^ 
NewfoundUnd, bat so far nothing beyond exploratory work lias resulted. 

In Russia asbestos occurs in the Urals. In 1911 nearly 16, 000 tons were pn^luccil, 
mined averaging alxmt 14 lbs. asbestos to the ton. Up to the present, owing to economic reasoiihi 
only the higher grades of filxe have licen exjrorted, Inc sorted a.slkestos appearing on the 
in an untreated condition like an aslxrstr»s concentrate. Recently, however, the idea ha-^ 
mooted of erecting plant to manufacture the asliestos into textiles, etc., f>n the spot. 

In the United States the southern continuation of the Lake Mephremagog serpentine belt 


’ Fisher, Trans. Inst. Ma/ine Enf;.^ IV., 1892. 

DUlcr, U.S. Gcol. Survey, Bull. 470, 1910, p. 519. 

’ “Tenth Annual Report of the Gcolr^cal Commission for Cape Colony,*’ I 906 > P- * 5 ®’ 

^ Dresser, Can. Min. Inst.., XIII., 1910, p. 414. 

® Cirkel, “Chtysotile Aslieslos,” Mines Branch, Canarlian Department of Mines, i 9 *®- P’ 
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Is being exploited in Vermont.' In 1912 about 4 coo tons . t 

produced. '"'“"'1 •'» ut«»t /l6,coo, were 

Chrysotile also occur., in Cyprus," Queensland," Western Australia-Pillrana district.' 

- width from 

“[ urassm wbid. they 

asbestos. lint this is compensated for by the vie of n “ ‘’’“r""'" 

Canadian urines that ,00 tons of roch mined yield about' half a ton ..f cSe tisbel:;, /gl'n: 

Since the asbestos veins are of inmnsHor oar..,.. „ 1 • • 

tributed throughout the serpentine masses and hence difficult 'to d 

ground, the chrysotile is always won by oireti quarrying The r?rri 
with the aid of machine drills in benchk nr stone ’s removed 

crude asbestos i.s at once obtained by hand-cobbing ’direct "from The vtn''"‘But {he 
fibre obtained in this way forms only a very small mrt of rbo r , ‘ V 

part-in the form of smaller fibres- being^eparated from he .sTr'TeminT byZ 
elaborate mechamcal process which allows of the rook being dealt wath n tu n bv 
rock-breakers, dners, rot.ary crushers, rolls, “ fibreisers ” (in which he fib c arl 
separated from one another), fans (which remove the fibres by means of a r 

currents), and settling chambers, m which they are collected. ^ 

The products thus obtained ate clas,5ifie(|,lhus 

£' JE iT: s 

from crushing the rock. ^Tbrec grad«'’a'tT recognised ^ "shesjos oblained by ineclianical separation 

tiiefowfiirrXntlTTlTtire';^^^^^^^ ^54 per Ion , 

comm™danT*in 'sifite‘'f,nh'®H''’ undoubtedly the most important variety of asbestos 

(espT al v Tso and^c^^^^ " being .attacked by acids 

^especially llobOJ, and comparing unfavourah y with the ainnhihole varieties in 

s feres, St, ng quahties Notwithstanding the large amount orwater iTlomT,; 
nf ira'cTT’ ^hrysotile is said to be able to withstand temperatures 

UsTr tTrtT ‘'•'."•'"'^''ts probably sufficiently rccsistant for most purposes 

bilS wiffi nn T ''-■'’8"’ silky fites cm, T 

has he tensile strength and extreme flexibility. The latter prnpertv 

'3'per«„g°' ‘I'-'l'y'l'-alion tests to be due to its combined water (about 

I'oul'auao'" C^^nTdrefdinld*-'"."’ V”''' ""'phil-olc asbestos. If dried for some 

""ougly coloured Iherelw- liff* ■ " r ", coal-tar dye, such as iliodamine, it is 

ctirvsola^Sis t llowfng^ “"’P'"'’'’'' 


SiO.. 

Alot.V 

Fe"0 

MgO 

Combin' 


:d water 


41.50 

t.ii 

r.83 

41.06 

'Aj? 


^ U.S, Geol. Survey, Bu//. 470, 1910. 

, ‘'■‘tt. fur prakL Gat., Vol. .\VIII., 1910, p, 340. 


n n r’ >ui. A> ill., 1910, p. 341 
* p* 1 * 0 . 

■ rf" Mining loHrtmt Vol. 

Can. M,n.Jonr., X.\XIV., 19, p. 609. 


LXXWT., 1909, p, 394. 
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USES OF ASBESTOS 

Both amphibole and chrysotile asbestos have their own uses to which each 
is well adapted, though the demand for the latter is always much greater than for 
the former. 

Thus the stability towards acids of tremolite and actinolite asbestos enables 
them to be used as a filtering material for these corrosive liquids ; their good fire- 
resisting qualities render them quite suitable for use in gas fires. In the manufac- 
ture of fireproof objects for the protection of life and property (such as fireproof 
curtains for theatres, clothing for firemen, ropes for escape from burning building.s, 
etc.) the chrysotile is employed, since tremolite and actinolite asbestos are not 
sufficiently flexible to be woven, and crocidolite much too fusible. In its extensive 
employment as a non-conductor of heat, the stability towards heat of asbestos gives 
it an advantage over other substances — except mica and diatomaccous earth. For 
packing valves, covering steam-pipes and cylinders, the asbestos, which in the crude 
form does not rank very high among non-conducting materials, has to be worked up 
and felted or woven into yarn or rope, thereby increasing the air space included 
and so the non-conductibility. 

Unless liable to come into contact with acids, chtysotile is the most suitable for these pur|X)ses 
on account of its superior softness ; but the Italian fibre is very generally employed in the manu- 
facture of ulillltoards fur packing the joints of steam-pipes. Inferior grades— short filire and ir.eal— 
have become much used for the preparation of all kinds of fireproof material such as llcioring slabs, 
cement slates, com|>osition (paintf, and wall piaster. The finer qualities are emjtloyed in giving 
weight to silk, and various other forms of adulteration.* The waste asbestos is mitted with powdetrti 
serpenline and made into a product known as “asltestic,'’ a niatetia! largely employeti in fire- 
proof buildings (see p. r34). 
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THE MICA INDUSTRY 

Bv F. W. Penny, IJ.Sc., F.G.S. 

Economic Geologist 


LITERATURE 

Adams and Baklow.— Memoir No. 6, Geol. Survey, Canada, 1910, 
SrHMin.~“ Mica.” Report No. 118, Canadian Dep. of Mines, 1912. 
.Also references in text. 


Occurrence* — Mica is one of the most widely distributed of minerals. It occurs 
in the form of small scales and plates in the majority of igneous and metamorphic 
rocks and in many of the products [ormed from their decomposition. But the 
mica of commerce is practically confined to the two of these varieties— muscovite 
and phlogopite. 

Large plates of muscovite are almost entirely restricted to those dykes or veins known as 
pegmatite which are usually associated with great granite masses. The commercially valuable 
mica occurs in rough tabular or tapering six-sided crystals known as “bonks,” from the facility 
with which they can be o[>encd up into thin leaves; they vary from a few inches up to several 
feet in diameter. 

Muscovite has been worked principally in India and the United States. 

From Kastern Canada comes the world’s supply of phlogopite mica, which has quite a different 
genesis. It occurs associated with dykes of Wsic rock, genenlly pyroxenites. The mica occurs 
quite irregularly in pockets, .sometimes joined by narrow fi.ssures having no detinite direction. 

Owing lo ibc inipcrsistent nature of mica dcjxjsits, there are few rules or indications by which 
the niioer may be guided. Hm the mica found at the surface is nearly alw.\ys soJt and cracked, 
due to the action of weathering and surface niovemom.s; clearer an<l better coloured mineral is 
found lower down in the solid rock, i.e., the quality improves with the depth. 

Species of Mica.— The term mica includes a number of allied mineral 
substances which are ch.araclcrised by great fisibiliiy, high flexibility, and elasticity 
m thin films, a hardness of from 2 to j (ca|)able of just being scratched with a dry 
finger nail), and transparency when in thin plates. The principal species of com- 
mercial importance are 


(u) Muscovite or potash-aluminium mica : composition normally— 

AI3K H,Si30,,[3.\l.,03. K.O.eSiO... 2 H,, 0 ] ; 

specific gravity, 2. 85. 

Typiciil analyses give the following as the average percentage composition of this species ’ : 


Silica, SiOa 
Altunina, AljOj ■ 
h'eiiic oxide, KejO, 
Ferrous oxide, KefJ 
Magnesia, - 
Potash, K .0 
Soda, NajO 
Water, H ,0 
Fluorine, f 


45 io 47 per cent. 


JO. 

0,5, 

0.5, 


‘ of Imptrial fivlituU, Vol, II., tgo5, p 279. 
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If the percentage of the iron oxides rises above 5, muscovite becomes distinctly tinted when 
plates thicker than 0.5 mm. (0.02 in.) are viewed by transmitted light. 


ip) Phlogopite, or magnesia mica, approximates to— 

AlMg3KH,SiAiAl.p3.6Mg0.Ko0.6Si0,,.2H20]; 
usually contains some fluorine; specific gravity, 2.75. 


The percentage composition is i 
Silica, SiO^ 

Alumina, Al^Og • 
Ferric oxide, Ke-iOg 
Ferrous oxide, FcO 
Magnesia, MgO - 
Potash, K .,0 
Soda, \a ;0 
Water, HoO 
Fluorine, F 


sually within the following limits : — 

■ 39 to 44 per cent. 

• 13 M 15 


26 

8 

0.4 

1 

I 


1-5 

29 

10 

2 

5 

5 


As a rule, phlogopite is coloured more deeply than muscovite by the presence of the same pro 
portion of iron oxides. \Vhcn the total amount exceeds 5 per cent., a plate only 0. i mm. (.004 in,j 
thick is distinctly linicd. When the percentage of iron is under 2, the |)hlogopite shows a pale 
yellow colour in a thickness of o. 1-0.5 mm., the colour passing to an amber shade with thicker 
plates. This is the variety known to the trade a.s amber mica. 


(f) Lepidolite, a lithia-bearing mica of variable composition, in most casus a 
mixture of a fluoriferous trisilicate, AIF.^.Si^Oj.R^ (in which R'' = Li,K), with mole- 
cules of the muscovite type. • It is characteristically of a pink or mauve tinge. 

It has a very limited use for the production of lithium salts, largely used in the manufacUtre u[ 
lithia water since it contains theoretically about 4 ptr cent, of lithium. 

It is impnrtant to Ije able to distinguish phlogopite from muscovite, and this is easily done with 
a polarising or petrological microscope. A plate should l>c peeled until it is as nearly as possible 
0.25 ram. (o.oi in.) in tliickness; it should then Ijc rotated l)etween crossed nicols. A plate of 
muscovite under these conditions shows bright colours, whilst one of phlogopite allows only a faint 
greyish-white light to pas.s. 

Small crystals of mica have l>een produced in the chemical laboratory at the expense of ntber 
minerals (by fu.singsuch natural silicates as hornblemle, garnet, or angite with an alkali fluoiiiieat 
a dull red heat). But the natural crystals undoubtedly required enormous periods of time to form, 
in conditions which are impossible of reproduction by human agency. Therefore it is unltkcly that 
it will ever l)e practicable to manufacture sheets of comnrercially valuable mica. 


Manufacture. — Mica is usually exploited by open quarrying, waste rock being 
loo.sened by very light blasting (hand-drilled holes not more than 4 ft. deep and 
charged with ordinary [rowder), and the crystals l>eing taken out with crowbars and 
chisels. 

In a typical (.anadian mine aliout 150 ft. deep the cost of producing a ton of mica from i j in. 
in size upwards is about .^36^. 

The rough crystals have first to be split into sheets in. in thickness, done 
by hand with short-liandled knives, and at the same time all loose and broken edges 
are torn off with the thumb and forefinger, a process known as “thumb-trimming’ 
The thumb-trimmed sheets ate next cut by hand machines— usually at sperial 
works— into rectangular form, so as to yield the largest superficial sizes whilst 
avoiding all striations, marginal cracks, and other faults. Plates which are broken, 
unevenly laminated, striated, crumpled, cracked, or much stained are useless, and 
should he discarded. 

As a general rule not lo per cent, of the mica mined is capable of licing cut into sound reel- 
angular plates of size not less than 2x3 in. or 4 x 1 in., which are alxrut the economic si/e limii- 
In Canada it is reckoned that 3 bpns of scrap mica, yielding 750 llrs. rtf ihumlt-trimmed nialeris', 
must be raised for every 100 tons of rock removed from open quarries ; for underground mining (up 
to 300 ft. deep) 5 tons, yicldiiig 1,250 lbs. of thuml^trinlmed mica, must be extracted tn male 
It pay. 

The balance of scrap or waste mica is sold for conversion into ground niican 

The operation of grinding mica to a fine |>owdcr is a rather difficult one lo carry out owing jo 
the fact lliat the mineral has a single perfect cleavage, and cleavage-lamella- are very smooth, tong". 
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anci elastic. In most cases the (ietaiis of the processes are kept secret, but a certain amount of 
information can be obtained from Schmidt, lee, eil,^ pp. 307jjry, The fineness required for industrial 
pmposes is up to t 6 o meshes to the inch. 

Uses. — The uses of sheet mica can roughly be divided into two classes, the 
first comprising those for which a substance is required that is transparent and 
impervious to heat— for lamp chimneys, furnace windows, etc.— and the second 
consisting of those connected with the construction of electrical machinery. For 
the former purposes muscovite is generally employed, since the material must be 
dear and Iransitarent. The best kinds show a faint ruby tint in plates approaching 
a millimetre (.04 in.) in thickness; the plane of cleavage must be quite true and it 
must he perfectly fissile, films o.oi mm. (.004 in.) being produced without much 
difficulty. It must be flexible and elastic in fairly thin laminae; for instance a plate 
o.ot mm. thick would bend without cracking or appreciable buckling round a 
cylinder 25 mm. (i in.) in diameter, and on being released after half a minute 
should regain as nearly as possible its original plane surface. The lustre must be 
"splendent," that is to say equal to that of highly polished glass. 'I'he standard 
sizes for the purposes stated .above range from i| x 2 in. to 8 x 10 in. ; smaller sizes 
seldom pay for mining and prt|)aralion. 

Formerly the chief value of mica was for this class of work, but recently a number of very 
re.sistant glasses have lieen put upon the market and these lend to restrict its use in these directions. 
However, by far the most important use of mica nowadays is in the construction of electrical machinery. 

Phlogopite has here been found to be the most satisfactory form on account 
of its incombustible and insulating powers and also because of the fact that for 
the construction of commutators of direct-current motors and dynamos (which are 
built up of bars of copper and strips of mica) the phlogopite has about the same 
b,irdness as the cop|ier of the commutator segments, and therefore wears down 
evenly without causing the machine to 5 |)ark. 

The colour of the sheets is of little moment, but very dark nuta is not likely to be of much value 
owing to tile iron it contains renderitig it useless for insulating pnrjxrscs, a fairly low percentage of 
icon being an essential for the taller. I’erfecI cleavage is nf die highest importance, as “electric 
mica" nuist Ice of uniform thickne.ss and is often gauged to the one thousandth part of an inch. 
The sheets must he absolutely free from cracks, for it is obvious that even microscopic cracks would 
militate against a material being used as an electric insulator. Lastly, a perfectly flat surface mu.st 
he secured on splitting the mica into sheets, as mica with “ met,illic insertions" or “hydration 
Iiiinjcs" is u.seless for insulating. 

The sizes most favoured ate 2 x 4 iit, and r x 3 in., or long strips up to i x 6 in,, 
but there is nowadays a big demand also for the smaller-sized sheets (t x t in. and 
I X 2 in.) for the purpose of making micanite. a material built up of small and 
ine.vpeii.sive jilates about .005 in. in thicknes.s, with an insulating cement such as 
shellac to form non conducting sheets on a foundation of longcloth or paper, the 
made-up material being finally subjected to great pressure under heat to dry out 
the shellac. 

laistlyj a large variety of uses have been found for the ground mica— the finer 
gradp (iGo mesh) of muscovite can be mixed with a solution of gum arabic for 
"biking a good .silver [laint ; or for producing bronze-like colours which are lighter 
than metallic bronzes and are not so liable to be tarnished ; also for imparting a 
ustrous appearance to wall-papers, etc. Mixed with shellac or special compounds, 
(he coarser grades can be moulded into desired forms and find employment as 
tnsulalors for wires carrying high-potential currents: for this purpose the ground 
"'tea must be rendered free from metallic |iarticles. It is used in combination with 
gtease, graphite, or oils as a lubricant for axles and other bearings— for which 
purpose n must be freed from gritty matter. Another application is its use in 
t as an absorbent of nitro-glycerine, the explosive thus formed 

^ "(1 known as mica powder. But probably a more important use, in connection 
for * noijK'onductor of heat, especially for packing, and jackets 

“■foTs and steam-pipes, since it will stand any abnormal heating, is practically 
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free from moisture and acids which attack iron and steel, and if moisture leaks in 
the mineral is completely unaffected by it. 

Production. — The demand for larger mica has increased steadily for some years with tlje 
advance of elecliical requirements. On the other band the supply from some of the older localities 
(Madras) is decreasing owing to the depth to which the mines have already been worked. 
Localities where in past geological ages the special conditions requisite for the iormation ofjar^e 
and uncracked crystals of suitable mica existM, are of limited occurrence, and new ones arc not 
being quickly discovered. 

The chief mica-producing countries at the present day are India, Canada, and the Unit^ Stales. 

In India the production comes mainly from the Ilazariltagh district of Bengal (57 percent.) 
and the Nellore district of Madras (31 per cent.).* In the former area the industry has t)efn in 
existence for very many years, while in Nellore mining commenced as recently as 1892. Tlie 
mica mined is exclusively muscovite, and the following arc the principal classes recognised 

“ Bengal Ruby,” and ‘‘ Madras Ruby,” the latter not having such a good plane of cleavage, 
but greater tissility than the former. 

“ Bengal Yellow,” less common, but equally valuable. 

Madras Green Clear,” liable to crack when manipulated. 

“Bengal White,” “mealy,” i.e., cloudy from incipient decomposition or interlamellar 
inclusion of gas ; it is softer than the ruby mica. 

“ Madras Green Hydrated ” is softer than the ordinary green mica from that place. 

The production from India in 1910 was as follows ; — 

Bengal ..... 2,055,872 lb-. 

.Madras ..... 401,652 „ 

Rajputana ..... 84,784 ,, 


2,542.288 lbs., or 11,354 tons. 

The value in 1910 was /i77,i52, whilst that for 1911 was ^188,642. 

From Canada comes phlogopite mica, usually amlvr-coloured, rarely colourle.s.s in thin 
plates. Since it is used mostly for electrical purpo$e.s, the amount of colour is not imporianl, 
though (he darkest varieties are as a lule poor splitters. The l)est kinds are classified into “light 
amber,” “dark amber,” and “silrer amber,” the latter l>eing the predominant quality produced. 
The lightest-coloured varieties are not favourably regarded, being as a rule ntore brittle and less 
elastic than the “silver aml)er” mica. In 1912 Canada produced 318 tons of mica in Ontario, 
and about 830 tons in the Gatineau and Lievre rivers di.sirict of Quel>ec, about a third uf the 
world's output. 

The United States in 1911 pro<luced about 380 Ions of rough-trimmed and cut mic.i, chiefly 
from North Carolina and New Hampshire, and aliout 3,500 tons of scrap mica, in value .'tbout a 
seventh of the output. 

The following countries also contiilnite a little to the world's supply Ceylon,® from which 
clear amber-coloured phh.>gopile comes; Brazil, where the occurrence is muscovite ami appar- 
ently very similar to that in India; German East Africa,^ and Japan. The United Kingdom 
in [912 produced 29,962 tons, obtained as a by-product in the prejwration of china clay in Cornwall 
and Devon. 

Value.— The micas of commerce are usually divided ir>to three qualities lor valuation purposes: 
“clear”— being quite free from spots ; “slightly stained” — having, say, one or two stains in Cur 
square inches, and “5taine<r’or “spotted.” It has been staled that “slightly stained” mica is 
worth about half the price of “clear,” other things being equal; and the “ stained,” a qu.irter m 
the ca.se of small plates and an eighth in the case of large plates. 

It is not possible to give absolute prices of manufactured sheet mica from the lists of ihe dealers, 
since discounts allowed vary with the nature of the purchases. The prices of the sizes given in the 
table l>elow arc quoted from a standard list for 1911. Discounts ranging from 70-to per cent 
are allowed on the stove mica, and from 60-10 per cent, on the electric mica.^ The relative 
values of the various sizes can anyhow be seen. 


’ Holland : Mem. Gtol. .Survty, India, XXXIV., 1902. ^ 

® Ceylon Administration Reports, 1903 ; “ Mineral Survey of Ceylon.” 
' Trans. Inst. Min. Mel., Vol. .XIL, p. 357, 1902*3. 

* See Schmid, p. 46. 

’ “Mineral Resources of the United States/’ 1910, p. 919. 
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Stove Mica. 

Electrical Mica. 

Si/e. 

Price per Lb. 

Size. 

Price per Lb. 

In. 

$ 

In. 

% 

1^X2 

1.20 

1 x3 

■■75 

2 X2 

2.00 

I x6 

5-50 

2 

3*50 

ijx4 

2-75 

3 ^3 

5-75 

2X4 

3-50 

3 X 4 

7.00 

2 x; 

7-25 

4 x6 

9 - 50 

5 

1 1. 00 


The value of ground mica (amber) ftl ihc factory ranges from .$20 to .?30 per Ion of 2»ooo lb?, 
according to fineness and quality [c.i.f., New Vork, from .^5 to §75 a ton] : for ground white mica 
Sj6 per ton for 40 mesh, and $46 per ton for 200 mesh can be obtained. 

Scrap amber mica, free from rust and gangue, can be bought for aljout §5 per ton, and scrap 
white mica for about •'?8; Imt that <»btaincd as a waste product in the preparation of sheet mica 
fetches a belter price than mica which is mined dirccHy in the scrap condition, owing to its greater 
degree of purity. 
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SECTION LXXVII 

the THORIUM AND CERIUM 
INDUSTRY 

Including the Manufacture of Incandescent 
Mantles and Pyrophoric Alloys 

Rv SvDNKY J. JoHNSTONK, RSc. (Uond.) 
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THORIUM 

Itiis dement, in the form of its nitrate, Th(NO.,). + 4H;0, is by far the best 
kiimvii and most widely used of the rare earths. 'I'hi.s is due, of course, to its 
employment in the nianufaeture of mantles for incandescent gas lighting. 

, ‘JsitlCj Ihoria (ThO.jl, was discovered by Berzelius in 1S2S, in the mineral now known .is 
nonte, Iml it was not until 1SS5, when Auer von Welsluicli invented the inc.ancicsccnt mantle, 
at a eommetcial use was found for the material. 


Natural Occurrence 

of Welsbach invented the incandescent mantle, the only sources 

' ""cre certain rare earth minerals, such as inonazite, thorite, ajschynite, 
etc., found cliiefly in Scandinavia. As these occurred only 
Small quantities, it was obvious that this source of supply would not be able 
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to keep pace with the demand. A search for juitable material led to the important 
discovery of large deposits of monazite on certain parts of the sea-coast of Brazil, 
which for many years formed the source of practically all the thoria of commerce! 
Small quantities of thorianite and thorite are also used for this purpose. 

Monazite is a mineral composed essentially of phosphates of the cerium and 
lanthanum earths, together with a small and variable percentage of thoria. Its 
colour varies from golden yellow to dark reddish brown, and occasionally black. 
Its specific gravity varies from 4.8 to 5.5 ; samples having the higher specific gravity 
usually contain a large percentage of thoria (see Table I.). 

Although monazite is known to occur in situ in certain gneis,sic and granitic 
rocks, the deposits now worked are all of an alluvial character. The most important 
deposits are those situated on the sea-coast of Brazil, particularly those in Bahia, 
HspiritO Santo, and Rio de Janeiro, where the sands, which occur as the result 
of the weathering of the inonazite-containing rocks, are naturally concentrated by 
tidal action. This concentration takes place by virtue of the difference in specific 
gravity between the monazite and the associated minerals, which include quartz, 
zircon, garnet, rutile, tourmaline, etc. The percentage of monazite in these sands 
naturally varies between wide limits, and may be as low as 2 per cent, or as high 
as 60 per cent. The mineral occurs mostly in the form of fine grains, each under 
I mm. in diameter. 


Extensive deposits of the mineral also occur inland, but so far these appear 
to have been but little worked, (xvssibly owing to transport difficulties and the 
higher grade and greater ease of working of the coastal deposits. These de]iosits, 
which are largely covered with dense forest, occur in beds of gravel, 4-6 ft. Illicit, 
which contain from 2-4 [rer cent, of monazite. For accounts of the Brazilian 
deposits and their working.atlicles byF. Freise, Oeskr. /.eil.fiir Berg und JBkknmstH, 
1911, p. 27, and Ztits. praki. Geo!., 1909, 17, 514, should be consulted. 

The Brazilian coastal deposits are now worked under a fifteen years’ contract, 
from 1912, from the Brazilian Government, the contractors engaging to e.spurt at 
least 35,000 tons during that period. The Government is to receive a royally el 

20,000 on the first 27,000 tons exported, and 50 per cent, of the net profits on 
the thorium nitrate manufactured from the sand. 

In the [last, attempts to obtain the control of these deposits have led to an 
enormous amount of plotting, and, for many years, the whole output [lassed into 
German hands, and .so [iractically the whole of the world's consumption of thorium 
nitrate was made in Germany. Recently a large |)ro]iorliun has been niaile m 
France, and an .American company has also obtained a small proportion of the 
Brazilian oul[iut. 

In North .America, important de|X)sits of monazite have been located ami 
worked in North and South Carolina, but owing to the fajpt that a dci rcase 
in the price of thorium nitrate rendered the working unremunerative in many 
localities, the deposits have not been worked recently to any ap[)rcciahlc extent. 
The monazite, which occurs in crystals about the size of a [lea, is found in gravels 
lying about 4 ft. from the surface and varying in thickneess from i-io ft. -A luH 
account of these deposits is given by J. H. I’ratt in Economic Paper No. 14, ■'^erw 
Carolina Geological Sun ey. 

In Travancore, Southern India, im|xirtant depdSits of monazite, conlninmg 
nearly twice as much thoria as the Brazilian mineral, have been loiatid am 
worked near Cape Comorin and .A.shtainudi Bar. I huse deposits now m 1 ii|iy an 
increasingly important place among the countries producing monazite (see 1 able )> 
and have been described in Report of State Geologists of Travancore for ‘'70?,'° 
(Trivandrum, 1910), and by G. H. Tipper in Records of Geological Survey, z» ' ■ 


1914, 44, 186. 

The mineral ha.s also been found in several other countries, e.g., htn 
Ceylon, Nigeria, Nyasaland, South Africa, Australasia, Russia, and Malaya, 


none of these countries figure as important producers at the present time. pf 
The following are the results obtained by the author in the examinat'o 
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Monazites from new localities in Ceylon Tr,av-inro„ lu i 
Nyasaland (/««/■«. ioi-. /W., 1914, 33 Y ‘ Malaya, Nigeria, and 
These analyses were all made, at the’ kn’neriai Tn<.r:r,.f 
separated from the associated minerals. Results are akr P“'''= monazite 

of samples of pure monazite from two of the more imnrirTsnr’ '’’^.“^mination 
ill Brazil. In these analyses any uranium nresent in th Producing localities 

figure for alumina. ^ ^ included in the 

'I’adi.e I.— Ceylou Monazite 


■ L'Xiality 


Thoria ■ . . . 

Ccria . . . . 

Lanlhana anil allied oxides 
^’tlri.i and allied oxides - 
Ferric oxide 

Alumina .... 
Lime .... 

Silica .... 

, I'hnsphoric acid 
r.os.s on ignition 


I ThO., 

I , i wi; 

, Lap;,, etc. 
S\>0.„ etc. 
Fe.>(>., 
ALO3 
CaO 
I SiO. 
R-o: 


Specific graviiy 


• I 


Mon.'idte | 
Pebble from 
' Naiiiiiilc.'inda' 
Mtiramrak * 
Korle, 


Per ("enr. 

9-75 

27-^1 

29.59 

2-54 

1.27 

0.61 

i'7S 

26.12 

C.59 

5-20 


Mona/ile 
Pebble from 
I Muladiwa. 
[iiella Diiraya- i 
I kanda, I 
j Giliinale. I 

Per Cent. 
9-49 
27.15 
29.39 
193 
0.87 
0.17 
0-45 
1 . 0 ; 
26.12 
0.48 


Sand from 
Niriclla 
<;anga. 


Monazite j 
Pet)l)le fromi 
Ratnapura. i 


Monazite i 
Pebble from 
Ratiupura. 


I 


Per Cent. ■ 
10.75 
26.71 
do.o6 ! 
1.46 
1.09 
0.70 
o,S5 
2-47 

24-61 


5-25 


P-ir C.nl- 
10.29 
27-37 

30-13 

2, 14 
o.Si 
0.17 
0,41 
i-°3 
27.67 
0,20 

3.23 


Eer Cent. 

25.20 

20.65 

21.65 
0-94 
'■13 
0.29 
0, 10 
6.09 

20.20 


5-47 


has hecii found, Iry the .author in (in.. ‘ '1 ^ ‘horia 

(« I,;, i.uijr::"';,;; '“i “’i" “i’ 

'x:ciirrence. Occasionally, specimens 'ire m-i' wii "'Sequent 

-Hiecific gr.ivity and a corresivn.,ll.,„l,- |- 1 "’"' * '* "’o '"""luaHv high 

I. .» "»s. •i.w. -i 

l.-Mii.E II.— Nkierian Monazite 


Northern Nigeria. 


; Numlier 


: Locality 


"L^'^ria - 

I Leria . . ' * 

|:»"'Viand allied oxides 
' ‘ro ■'nil allied oxL£ 
oxide . 

1 ^P'liiina 

i Lime . 

j Silica . * ' ■ 

{’hosi'lioric acid 

"1 ignition . ; 



I Souiliern Nigeria. 


Between 
Ibobuto 
Stream 
and Ebara 
River. 

Ebara 

River. 

{’er Cent. 

Per Cent. 

2,30 

5'SO 

34-55 

ji.40 

29.53 

29.20 

1.29 

2.00 

t.80 

0.75 

... 

0.05 

0. r9 

0.10 

0-7J 

0.82 

29.71 

29.92 

0.2t ! 

1 

0.44 1 
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The above results show that the percentage of thoria in monazite from Nigeria 
may vary between fairly wide limits. The average thoria content of a large number 
of Nigerian monazites examined by the author tvas 5.5 per cent.^ for those from 
Northern Nigeria and 5.8 per cent, for those form Southern Nigeria. The results 
show that these monazites, as a whole, are nearly as rich in thoria as tho.se exported 
from Brazil. 

t.vble hi. 


Malayan Mnnaiite. 



Travancore 

Monaiite. 


Brazilian 

Monazite. 






1 


Nyasa- 





Piichong 





land 


Wcc. 

bahia. 

I.O’-Tiliiy 

P.thang. 

Babi, 

River 

Kcnrini;. 

Kullffl, 

Kedah. 

Kelaiitan. 



Mona- 

/ite. 

Kspirito 

Santo. 



Perak. 









FerCenl. 

Per Tent 

Per Cc»r. 

Per Cent. 

Per Cent. 

Per Ceiu. 

Per Cent. 

Per Cent, 

PerC, 

Thoria - 


3.40 

3-53 

9.41 

10.22 

8.65 

7.10 

6 .c 6 

0 , >0 

Ceria * • • 

25 - 4 <^ 

33 74 ) 



31 9 « 

1 . 

32-52 

), 


Lanthana and aliicl 


1 

1 

64 05 

60.00 




•62.12 

61.40 

oxides 

32-72 

32-531 



28.00 

1 

26.91 

) 


Vttria and allied 





0.46 





oxides 

2. So 

0.91 

2.40 

2.S2 

0.1)2 

1.50 

o.So 

0.70 ' 

Ferric oxide • 

O.S4 

0.65 

0.64 


1.50 

J.09 

I. 10 

0.97 

1,50 

Alumina 

2.7S 

0.03 

0.07 

, l.»o 

0 17 

0. 12 

0 20 

0. 10 

o.oS 

Lime • 

0.61 

0-53 

0.17 

0.29 

0. 20 

0.13 

0.32 

0,21 

O.jO 

Silica • 

0.92 

f -45 

1.08 

2-20 

0.90 

1 . 00 

1.06 

0-75 

0,64 

Phasphoric acid 
I-oss on ii^niiion • 

23.92 

26. 58 

27.87 

23.71 

26.S2 

26.50 

2S. 16 

2S.50 

2S.46 

I.2S 

0.94 

0.52 

094 

0.46 

0.45 

0.25 

0.3S 

0,64 


From tile results of tittmcrous partial atialysos made by tlie author on ntlitr 
samples of monazite from N^’asaland, it would appear that the average tlmtia 
content is .about 6 per cent. 

The anaivses of I'ravancore monazite shrrw that it ermtains a high pereentai;i,‘ 
of thoria approaching that of ordin.ary I eyion monazite. . 4 ei'oriling to 1 ',. Mhilr 
(“ Thorium and its f Compounds, ’ p. to), from 6-14 per cent, of thoria has been found 
in Travancore monazite. 

.Monazite from South Africa is usually poor in thoria; in some samples tlie 
amount of this constituent present is under 1 per cent. Samples of the luiiural 
from .Australia often contain only 2 or 3 per cent, of thoria. 

Preparation of the Sand for Export.— As stated above, the crudu aj'tl 

may contain from 2-60 per cent, of monazite, but in trrder to be salcalrle mart 
present conditions, it is necessary for the raw malcrial to contain at least 4 [icr cunt- 
of thoria. As the pure Brazilian monazite usually coirtains between 5 ami (> l>r't 
cent, of thoria, it is evident tliat the sand must be concentrated so as to coiilui" 
at least 70 per cent, of the pure mineral, and in practice it is more usual to ilrcss 
the sand so that it contains alrout 90 per cent, of monazite. In the depor.its, t e 
monazite is usually associated with a large percentage of quartz, togetlier with smii 
ilmenitc, garnet, rutile, zircon, hornblende, etc., and the method of com entra 1 
employed varies largely accorditig to which of these minerals is present am 
average size of the monazite grains. In general, three jirocesses are in u^; ■* 
present day, for effecting this concentration, (i) Wet processes invoHm^ 
use of shaking tables of the Wilfley ty|)e. (2) Dry blowing. (3) 
magnetic means. , , jner 

In the wet process the sand is run, with a stream of water, on to oi.u 
of the rectangular concentrating table (see Fig. i), wliich is tilted so -ug 
material travels diagonally across it. 'I'he individual minerals, assisted by a J fc 
motion which is mechanically imparted to the table, during their passage act 
table arrange themselves roughly in order of their specific gravities. 



THU THORIUM AND CERIUM INDUSTRY 


295 


Thedefe'* of th'S “"“f s'n'dai' wot concenlration processes is that small panicles of high specific 
vavi'v teiiil to behave in the same way as larger particles of lower specific gravity, and so an 
Efficient separation, in the case of monazite, is difficult to carry out without losing a fair amount 
rfthe mineral as tailings. 

Ill Brazil, the initial concentration is often performed by a wet process 
.ind the concentrates are then raised to a marketable grade by means of electro- 
magnetic separation. 



Ki<;. r.— Movement Kml of Wilfley Table. 

In dry blowing, the principle of concentration by gravity is here also 
employed as in wet concentration, but a blast of ait is used in place of a current 
of water. 'I'his process has been used, with considerable success, in Travancore 
for concentrating monazite. 

A machine, which is in use in Ttavanc.ire, is illu.slialcd in fig. 2. .^ir irfim a sncuon blower 
enters the table from below and parses through the jK-rvious cloth top, forming a him of air, under 



fii;. 2.— Sution-Steele Dry Concentrating Table. 


lire.Kurc, on the upper surface of the cloth. This air film causes the mineral.s to arrange themselves 
vertically, i,, order of their specific gravities; the heaviest being .at the ixrttoin. .A reciprocating 

moiion is also imparled to the table, thus ciusing the minerals l<> se|)arale into zone«. . ,, 

A full description of the process of dry blowing is given by R. lb Richards, “ Ore Dre-ismg, 

Jb,p. 815 (New York, J903). 

Electro-magnetic separation is usually the most satisfactory method of 
producing a high-grade monazite concentrate, although the initial outlay for plant 
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is much greater than is required for either of the foregoing processes. This method 
is based upon the fact that many minerals differ in magnetic permeability, i.e., a 
current which will attract certain minerals will leave others unaffected. 

A michins suitfble for the purpose is shown in Fig. 3, and its action can be seen by reference 
to the diagrammaiic sketch. Fig. 4. The well-dried sand is fed from the hopper in an evenly 
distributed layer on to the band B,, and is carried forward and thrown against the belt which 
travels just beneath the }>oles of the electromagnet 55.S. The constituent minerals of the sand are 



Fig. 3.— Wetherill Magnetic Separator. 


attracted towards the magnet in varying degrees and fall into the collecting boxes arranged l)eiow, 
in order of their permeability. By repeating this treainu-ni t«ire a product containing from 90- 
95 per cent, of pure monazite can be usually obtained. 

Thorianite is a heavy black mineral usually found in small cubes, having a 
specific gravity of about 9.5 and a hardness of 7. It is usually readily soluble in 
either nitric or sulphuric acid The mineral was first found in certain stream beds 
and gem-bearing gravels in the Central, Sabaragaminva, and southern provinces of 
Ceylon. It has also htten found, recently, in a placer deposit on the river Boshagoch 



Fig. 4. — Wetherill Separator (Diagrammatic). 


in Transbaikal, Russia. In 1905, about 9 tons of the mineral were exported from 
Ceylon and sold at prices varying from £1,(100 to ;£i,7oo per ton, but since then 
only .small quantities have treen produced. Thorianite is of interest, as containing 
a higher percentage of thoria than any other known mineral (see Talile IV,). 

For a full account of this mineral, sec W. R, Dunstan and G. S. Blake, 

Roy. Soc, 1905, A, 76, 253, and \V. R. Dunstan and B. M. Jones, Proc. Roy- -'ioc-, 
1906, A, 77, 546. 

Thorite consists essentially of thorium silicate, ThOj, .SiOj ; in colour it vanes 
from yellow to tlark brown, and its .specific gravity may be between 4.4 and 5 4 - 
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It is of little importance as a source of thoria owing to the small quantity available, 
but it is occasionally exported from Southern Norway and Ceylon. Its com- 
position is shown in Table IV. 

Table IV. 



Formula. 

Ceylon Thorianite. 

Ceylon 

Thorite, 



'■ 


3 - 

4 - 

Thoria 

ThO, 

Per Cent. 

58.84 

Per CeM . 

78.S6 

Per Cent. 

71.04 

Per Cent. 
70.12 

Ceria and allied oxides 

CcoO^, etc. 

0.85 

1.02 

1.89 

2.32 

Ferric oxide - . . . 

fejO, 

‘•31 

0.46 

367 

t' 9 J 

Uranium oxide .... 

U/J, 

3574 

J5.IO 

0.77 

5 - 3 S 

Lime 

CaO 

0.19 

1.13 


Lead oxide 

PbO 

2.56 

2-59 


1.40 

Silica 

SiO.; 

0.45’ 

0.20 

13.3s 

1 3 - 30 

Phosphoric acid .... 

V.Xh 



2.02 

1.60 

Loss on igniiion .... 


r.26 


7.16 

4-59 1 

Specific gravity .... 


... 


4-94 

5-94 


I. Dun.slan and Jones, /<>«•. c/A 2. Dunstan and Blake, f/V. 

3 and 4. kep. Min. Sur. Ceylon," Col. Reps. .Misc. Ser. (Cil. 3,190, also Cd. 7,175). 


Commercial Value of Thorium Minerals.— In 1912, 75 percent, of the 
world’s annual production of monazite sand came from Brazil (Espirito Santo and 
Dahia). This being the case, the price obtainable for tlie raw material from other 
sources has, in the past, l)een largely controlled by the shipments from Brazil. As 
is often the case with the less common minerals, the price obtainable is largely 
a matter of negotiation between the parties, but as a rough guide it may be stated 
that at the present time (June 1914), concentrates carrying 90 per cent, of monazite 
and not less than 4 per cent, of thoria can be sold .at about per unit, per cent , 
of thoria (ThO.j), a concentrate carrying 4.5 per cent, of thoria would fetch ;^i8 
per ton, c.i.f., Unit^O Kingdom ports. In the case of such minerals as thorianite, 
which contain a much larger percentage of thoria (see an.alyses. Table IV.), a higher 
price per unit can often be obtained, providing, of course, that the material is not 
unusually refractory, atid does not contain ntinerals, such as mica, which cau.se 
difficulty in the process of manufacturing thorium nitrate (see p. 299). 

Production. — The output, during recent years, of monazite sand from the 
more important producing countries is shown in the following table 

Table V. 



1909. 

191a ■ 

rgrr. ' 1912. 


Metric 

Tons. 

Value. 

Metric 

Ton-s. 

Value. 

Metric 

Tons. 

,, , Metric 

Tuns. 

Value. 

Brazil .... 
States 

I'ravancore (S. India) - 

6,462 

246 

£ 

■ 44,74* 

13.548 

5-4W 

45.1 

£ 

127,526 

2,501 

3,685 

1.6 

832 

£ 

111,104 3,398 
89 0.5 

24,044 1,135 

£ 

108,75s 

33 

41,4>9 


‘ Insoluble matter. 
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The value ami original destination of the monazite shipped from Brazil, during 
recent years, is shown in the following table: — 




Table VI. 




Destination. 

igto. 

I9t!, 

1912. 


Meivic Tons. 

Value Reis. 

Iifelric Tons. 

Value Reis. 

Metric Ton.s. 

Value Reis. 

Germany • 

2,636 

1,691 

q2l,o6g 

1,890 

868,343 

1,852 

900,070 

trance 

592,32* 

1,0^ 

485,016 

944 

440,680 

United States - 

1,100 

387,200 

700 

3r6,4CO 

600 

287,400 

Great Britain • 





r.2 

600 

Italy 

10 

3-582 





I 


1 rcis-is. 4(J. 


The total quantity of niona/ite exported from Brazil during 1913 amounted tu 
1,437 metric tons, valued at ;^38.444. 

'I'he whole of the Travancore omj)ut has, for several years past, gone entirely to 
Germany, 

Analysis of Thorium Minerals.— The complete analysis of a ihorimn 
mineral is usually a long and tedious operation requiring much experience if accurate 
results are to be obtained, and the necessary operations are too complicated to be 
described here in detail. 

A method for the complete analysis of monazite sand, which permits of the 
whole operation being carried out on one i^rtion of the sample, has been described 
recently by the author {Jouru. Sot. Chem. Ind., 1914, 33, 56), and is briefly as 
follows : — 

The finely ground mineral is digested with hot concentrated sulphuric acid until all tlie 
monazite has been decomposed, and the pasty mass of sulphates is tlien ireaied with cold water. 
After separation of the insoluble silica, by filtration, the rare earths in the acid solution are pre- 
cipitated by means of ammonium oxalate. Thorium is eslimateil in tliis precipitate by the thio- 
sulphate method {see standard method given below). The cerium, lanthanum, and yttrium eanh.-> 
in the thiosulphate fillr.ite are recovered by treating the solution with concentrated nitric acid, 
and then precipitating them by nteans of ammonia. Yttrium is separated from the cerium and 
lanthanum in this precipitate by fractional crystallisation of the double iroiassium sulphates, tlie 
yttrium salt remaining in solution. Cerium is separated from the lanthanum and didymiitm earths 
by convening all to hydroxides and treating with a current of chlorine whilst suspended in .t 
fairly strong solution of caustic potash. This treatment causes the lanthanum an'l didymiuin earilis 
to pass into solution whilst the cerium is converted into the insoluble hydrated peroxide. The 
filtrates from the precipitation with ammonium oxalate contain the iron, aluminium, calcium, and 
phosphoric acid, and after destroying the oxalate, by evaporation to dryness witli nilric acid, these 
constituents are estimated by the ordinary methods of analysis. The accurate quantil.itive esiitiu- 
tion of thorium in monazite is now a matter of considerable technical importance, and the 
following detailed account by E. Wliile (“Thorium and Its Compounds”), of a variation of the 
thiosulphate method, may be quoted, as it is stated to be the standard process emplo)ed 
commercially. 

Standard Method. — 12.5 g. of sand are heated to 180” 200° C. for two or three hours, or 
until all monazite grains are “ broken,” with 50 c.c. HgSO,. (Examine a small portion mixed « iih 
water on a watch glass.) The while pasty mass is cooled and dis.solved in water sulficient lo 
produce 500 c. c. of solution when cold, filter when cold and take 200 c.c. of the solution (equal 
to 5 g. of sample), dilute with water to 500 c.c., and add, without stirring, 180 c.c. of a cold 
saturated solution of oxalic acid, and allow to stand until the bulky flocculent precipitate becomes 
heavy and crystalline (half to one hour as a rule) ; stir and set aside for twelve hours or overnight- 
filler, reject filtrate, wash the precipitate until the washings give no reaction for phosphate "iih 
ammonium molybdate solution. (If necessary, use water acidulated with hydrochloric acid fo*' 
w«hing.) Dry and ignite the oxalates and filter paper. Dissolve the oxides in hydrochloric 
acid (sp. gr. 1.16), rinsing the crucible with alcohol, if necessary. Evaporate the hydrochloric 
solution to dryness on a water-bath, take up with a few c.c. of water, and again evaporate to dryness. 
Dissolve the acid-free chlorides in 200 c.c. water, and add 9 g. of NagSgOg-f-S Aq. in 3 ° 
water ; set aside overnight, boil for ten minutes, filter and wash the precipitate until the washings 
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give no reaction with ammonia. Keep both precipitate and filtrate. The filtrate is again boiled 
for sixty minutes, and any further precipitate formed is collected, washed, kept aside, and marked 
“A,” the filtrate being then rejected. The precipitate produced by the ten minutes’ boiling is 
dissolved on the filter with 5 per cent, hydrochloric acid by passing the acid several times through 
the filter, which is then washed with boiling water. The acid solution is evaporated to dryness 
on a water-bath, taken up with 150 c.c. of water, and precipitated with 3 g. of sodium thiosulphate 
in 10 c.c. of water, set aside overnight, boiled ten minutes and filtered, and the filter washed with 
water. The filtrate is boiled after adding ammonia in excess, and the precipitated hydroxides are 
collected and set aside with precipitate “A” to rework. The thiosulphate precipitate is dissolved 
in 5 per cent, hydrochloric acid as Irefore, evaporated, taken up, and reprecipitated with sodium 
thiosulphate solution, set aside, boiled, filtered, and the filtrate tested with ammonia. If the 
filtrate gives .any precipitate with ammonia, the thiosulphate treatment is repeated until the solution 
gives no precipitate with ammonia. Three thiosulphate precipitations in all are generally sufficient. 
The final thiosulphate precipitate is dissolved on the filter in 5 per cent, hydrochloric acid, the filter 
washed with boiling water, and the filtrate made up to 150 c.c. ; 10 c.c. hydrochloric acid are 
added, and then 30 c.c. of cold saturated solution of oxalic acid. The whole is kept at 30°-40° C. 
for two or three hours, and then set aside overnight, filtered, and the precipitate washed, dried, and 
ignited. The filter papers from the thiosulphate precipiiafe.s, the precipitate “A,” and all 
subsequent ammonia precipitates arc reworked for traces of thorium which they may contain. They 
generally yield about 5 mg. of ThO^, equal to o. 1 per cent, on the 5 g. taken. 

For an account of the numcrou.s other methods which have been suggested for the separation 
and estimation of thorium and cerium, see ‘‘ Die Analyse der -seltenen h'rdcn,” by II. J. Meyer 
andO. Hauser (Stuttgart, 1912). 


Industrial Utilisation of Thorium Compounds 

At the present time, the only commercial uses of thorium are for the pro- 
duction of thorium nitrate, u.sed in ihe manufacture of incandescent gas mantles, 
the preparation of the radio-active product, niesotliorium (see p. 393), alloyed with 
tungsten a.s a filament for incandescent electric lamps (see p. 362), and in certain 
flashlight po^vders. 

Manufacture of Thorium Nitrate.— As is the case with many chemical 
proce.sses, which involve the separation of a small quantity of ^■aluable material 
from a large amount of ctmiparatively worthless substance having similar chemical 
properties, tlie exact details of manufacture are carefully guarded trade secrets. 
The general principles involved, however, are mostly well known. 

Owing to tlie fact that thorium occurs, in monazite, associated sviih menil)ers of the cerium and 
ytlrium groups which have somewhat similar chemical properlics, its separation honi these is a 
matter of some considerable dilficulty, for although there arc several satisfactory methods available, 
<in the .analytical scale, these are too expensive for use on the works. 

At the present lime, all the processes employed for the preparation of thorium nitrate from 
monazire involve fractional precipitation .and crystallisation at one or more stages of the operations. 

The concentrated monazite, which usually contains at least 90 per cent, of 
the pure mineral, is first submitted to the process known as “breaking. This 
consists in heating it, in cast-iron pans, with about twice its weight of strong 
sulphuric acid (sp. gr, 1.84), until the white pasty mass of sulphates, which results 
from this treatment, is completely soluble in water, and no grains of yellow monazite 
remain. The operation is considerably facilitated if the mineral is added gradually 
to the hot acid. 

Brazilian monazite, which occurs mostly in the form of fine grains under i mni- in diameter, 
does not usually need grinding before “ breaking,” but material from other sources, which is oUen 
in much larger grains, sometimes needs preliminary grinding. Ibis is particularly the case with 
t arolina monazite, which ofien occurs in crystals about the size of a pea. 

The pasty mixture of sulphates is next slowly run into cold water contained in 
a lead'lined vat, and the whole is well stirred until solution is complete. 
allowing to stand for some time, in order to permit of the settling of the insoluble 
ttiatter, which consists of silica, zircon, rutile, and other unattacked minerals, the 
solution of rare earth phosphates in dilute sulphuric acid is siphoned off. In this 
liquid the ratio of thoria to the other rare earths is about i to 12, and the next 
process consists in obtaining a product in which the ratio is about 4 to i. Ihis 
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is accomplished by taking advantage of the fact that thorium is more basic than 
the remaining rare earths, and so when a solution containing all these is gradually 
neutralised, the thorium phosphate is precipitated first. This precipitation is 
carried out by reducing the concentration of the free acid in the solution, either 
by partial neutralisation with an alkali or alkaline earth (ammonia or magnesite 
may be used) or by largely diluting the solution with water. The thorium 
jirecipitated in this manner is filtered off, dissolved in the minimum quantity of 
acid, and the fractionation repeated. 

Great care is necessary in the carrying out of these operations in order to avoid losing any 
thorium phosphate in the waste filtrates. 

The next process, involving the separation of the thorium from the phosphoric 
acid and remaining cerium earths, is of considerable importance, as phosphates and 
certain of the rare earths, particularly didymium, have a very deleterious effect on 
the lighting power of the Incandescent mantle (see p. 303). 

The methods employed, at the present time, for the removal of the phosphoric 
acid from tin’s precipitate are mostly trade secrets. 

A process much employed in the past was to boil ihe .acid solution of the phosphates with oxalic 
acid. This caused the thorium to he precipitated as oxal.ate whilst llie pliosphoric acid reniainei] 
in solution. The use of this process h.is now been l.irgcly discontinued, as it necessitated the use of 
dilute solutions and a large excess of oxalic acid, and thus proved too expensive for use on a 
technical scale. 

An interesting process for the removal of the phosphoric acid by volatilisalion, has been 
patented recently by C. Huskervillc an<l descrik'd in a paper read kfore the Kighth International 
Congress of Applied Chemistry (1912, 2. 17). The process, which is being trieil by the Welslmch 
Light Company of Gloucester City, N.J., consists in mixing 1 part of inonazile with 1. 1 parts of 
petroleum coke, 0.8 part of lime, an<l 0.15 part of fluorspar; healing the sshole in an electric 
furnace for 1^ hours, using a current of 35 volts and 125 .amjjcres. When the evolution of 
phosphorus ceases, the mass is allowed to cool and treated with water; Owing to the presence 
of calcium carbide, formed t/y (he interaction of the lime an<l c<ske, the mass readily disintegralts 
to a fine p<jwder, with the evolution of acetylene. This powaler is well washed to remove calcium 
hydroxide, .and after soluli<*n in hydoKhloric acid is ready for treatment for the sejxiratlon of the 
thorium from the cerium e.arths. 

I'revmusly, Nfuthminn, (fofer, and Weiss had o^rcrated on somewhat similar lines by fusing 
monazite with c.ybon in order to gel phosphides an<l carbides, ami ilien decomposing the mass 
with hydrochloric acid (German f’atent, 129,416, 1901). Although this process reimwed the 
phosphorus, the final poKhict was very hard an<l ditficult to grin‘1, prolxibly owing to the [iresencc 
of a small rjuantity of silicon carliide. Ail these di(fi:ulties are said to be overcome by liaskerville’s 
process. 

Another process which has liccn employed consists in fusing the pliosphales with alkali 
carlxmalcs and then treating the melt with water, which rlissolves the scxlium phosphate, leaving 
the rare earth oxides insoluble. 

After the removal of the pho<5phor)c acid there remains, associated with the 
thorium salt, from 10 25 per cent, of compounds of the cerium earths. There 
are several methods available for the separation of the thorium from thi.s mixture. 
'The be.st known of these are— (i) Fradional crystaUhatim of (he suiphafes. (2) 
Separation by means of the double alkali carbonates. (3) Separation by the difference 
in solubility of the oxalates. 

The Sulphate Method of separation is based upon the property which thorium 
possesses of forming a number of hydrated sulphates, certain of which differ 
sufficiently in solubility from the sulphates of the cerium earths to make a separation 
possible. 


Anhydrous thorium sulphate is soluble lo the extent of about 25 per cent, in ice cold water, 
giving a labile solution. By raising the lemperaiiire of this solution various hydrates can he 
obtained which are much less soluble than the anhydrous sulphate or the corresponding cerium 
earth sulphates. At temperatures between 0" and 45* C. the thorium compound which separates 
out has the composition ThlSO^lj + SH^O, and ktween 45“ and too* C. the sulphate obtained h'S 
the composition Th(S04)2 + 4H20. The anhydrous sulphate is prepared by heating the hydroxide 
with concentrated sulphuric acid to a temperature of 400’ C The t^oduct obtained is then dis- 
solved in five l»rts of ice cold water, and the solution heated to 15* or 20® C. 

The solubilities of these sulphates, together with those of the cerium earths, arc shown in the 
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following table. The figures represent the quantities of the various sulphates (calculated as 
anhydrous) which are dissolved by loog. of water at the temperatures stated : — 


Table Vll.i 



14°-i8“ C. 

25 °- 3 C'” C. 

42"-So" C. 

Th(S0,).^+8H.p • - - 

Ce^fSOJa-lSHaO ■ - • 

Nd^jtSOjl^ + SH.jO 

PratSOJa + SUsO • - • 

1^2(^^4)3 + 91120 

1-3* ('5“) ' 
11.06 {I5“) 
7.10(16") 
14.05(18") 
2.60(14°) 

■ S 5 ( 25 'l 

S -39 (25°) 

510(30") 

10.40(35°) 

1.90(30°) 

3-71 ( 44 "l 

5-65 (42°) 

3.60(50") 

7-02 ( 55 ") 

1.60 (50°) 



50 "- 57 " C. 

7 o'’-8o''' C. 

9o'-ioo'’ C- 

TMSO,).,t 4 H.jO ■ ■ - 

CejISOj):, + 41)^0 ■ ■ ■ 

Nrt,i(S0,),, + 8H20 ■ ■ • 

lYi(S 0,),4 81t.p • ■ . 

U.|SO,) 3 f 9 H ,0 • . . 

'• 94 ( 55 ") 

2.34 ( 57 ') 
3.60(50") 

7.02 (55") 

1.60 (50") 

1,09 (70‘) 

1.38 (70”) 

2.70 (8o“) 

4 20(75") 
1.00(75°) 

0.61 (90°) 
0.43(100") 

2.25 (100°) 

1 . 00 (95") 

0.70 (100") 


A consideration of these figures shows that .a temperature between 15^^ and 20“ C. is the most 
suitable at whicli to effect the separation- The ocia-liydrated tlioriuni sulphate, at this temperature, 
also has the advantage that it is precipitated in the form of dense crystals, which are easily washed, 
whilst the tetra-hydrate y usually precipitated as a woolly mass, which is more difficult to 
manipulate. 

The Carbonate Method depends upon the fact that thorium carbonate forms 
soluble double salts with certain of the alkali carbonates, and the amount of the 
cerium earths which pass into solution under these conditions is very small. 

Experiments carried out by O- Ilehner showed that 3.375 g. of sodium carbonate would keep 
in solution o.JJqo g- of ihoria and about 0.002 g. of ceria. The thorium can be recovered as 
oxalate from the solution of alkali carbonate by the addition of oxalic acid, or as hydroxide by 
means of caustic soda. 

The Oxalate Method of separation utilises the property possessed by thorium 
oxalate of forming a soluble double salt with ammonium oxalate, whilst the cerium 
earth oxalates are almost insoluble in solutions of this salt. 

The following (able shows the relative quantities of the various oxalates (calculated as oxides) 
which are dissolved by excess of ammonium oxalate : — 


ThO,, . 

26630 

Nd-Oj 

1-5 

VK-Oj ■ 

• 105.0 


1.2 

Y.,6, . 

• no 

La-^d;,* 

I.O 

c.,6, . 

- 1.8 



A good account of the oxalates of the rate earths is given !*y B. Brauner, _/<?/////. than. Soc.y 
^^9^1 73, 951, and also by K. Kimbach and A. Schulrcrt, '/.eiU. phyiik. CArw., 1909» ^7, l83- 
h/om time to lime various methods have Ireen employed, in addition to the above, for the 
f^ciionaiion of the thorium prectpiKite ; amongst these may he incntioned ji(f(ticinilicit of the 
^hiomates invented by W. Mulhmann and E. Baur (German Talent, 120.013. 1901 ; English Patent, 
1902). For a description of this process, see Bcr.y 1900, 33, 1756 and 2028. 

All the above methods of separation are not quite so efficient as they would 
spptiar from the tables, owing to the fact that the relative solubilities of the thorium 
2nd cerium earth salts are not exactly maintained when these occur in solution 


Compiled from figures given by Dcniatcay {Contpie^ rend.y 1883, 9^, i860}, Roozeboom 
physik, Chem., 1880, 5, 198), and Wyrowboff(^«//. Soc. A/w., 1901, 24, 105). 
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After treating the thorium several times by one of the above processes, it is 
converted to the hydroxide or carbonate and then dissolved in nitric acid, giving 
the nitrate. This solution is evaporated until a drop on cooling shows signs of 
solidification. The solution, which is now in a state of superfusion, is allowed 
to cool to a certain point, and is then vigorously stirred. This causes crystallisation 
to begin with the evolution of heat, and the deposition of the nitrate in granular 
translucent lumps, having the composition Th{N03)4 + 4^00. It is in this form that 
the nitrate is sometimes sold to incandescent mantle manufacturers, but more 
usually 1-2 per cent, of sulphuric acid is added to the solution just before 
crystallisation, as the addition of this substance causes the ash, left on ignition of 
the nitrate, to be soft and voluminous. By allowing the acid solution of the 
nitrate to crystallise slowly, clear tabular crystals are obtained which have the com- 
position Th(N03)^-t- i2H.>0. 

Various processes have hc*in patcnled for the direct separation of thorium from the cerium earths 
without fractional ciystallisation, but no information is available as to whether any of these are in 
use on a large scale. 

According to recent descriptions, one of the most promising methods ap|->ears to be the use of 
hypophosphale of sodium (see United Stales Patent, 1,069,959, of 1913; M. Koss, Ckem. Zeit., 
1912, 36, 686 ; A. Rosenheim, Chem. Zeii., 1912, 36, 812 ; F. Wirth, Zeits. angew. Chem., 19J2, 
25 > 1678). This reagent is slated to precipitate thorium quantitatively from acid solution, whilst 
the other rare earths remain in .solution. At the present time, however, the reagent is loo 
expensive for use (»n a commercial scale in compention with the methods of fractional precipilalion. 

Sodium pyrophosphate is stated to act in a similar manner (see R. J. Carney ancl K. I>, 
Campbell, Amer. Chem. So(., 1914, 36, 1134). 

The use of sebacic acid has also been patented (German Patent, 266,459, 1912). 

From 80*90 per cent, of the thorium present in monazite is recovered by 
the present-day methods of separation, the efficiency of the recovery usually 
increasing with llie scale on which the operations are conduced. 

The Recovery of Thoria from Waste Mantle Ash. — In some counirie.s waste mantle ash, 
derived from factory trimmings and used mantles, forms a small but important source of ihoria. 
Numerous processe-j liavc Ijeen devised for extracting the thoria from the ash and converting it to 
the nitrate. In one of these the crude ash is first sieved, In order to remove as much as [wssiblc 
of the asbestos fibre used for attaching the mantle lo its support. The sieved ash is next treateti, 
for some hours, with twice Its weight of hot concentrated sulphuric acid ; the p-isly mass, after 
cooling, is poured into cold water and the rare earths precipitaleil by the addition of ammonium 
oxalate. The rare earth oxalates are then converted to the nitrates by one of the well-known 
processes. 

The cost of manufacture of thorium nitrate from nuimuite varies, lo some extent, with the 
price of the raw material, but, in the past, It would appear that the price has been regulaud by 
the .syndicate which controlletl the output of raw monazile from Brazil. According lo C. R. 
if monazile containing 5 per cent, of thoria is sold at per ton, /.c., per unit of ihoria, 
then thorium nitrate can be produced at l6s. lo 17s. per kilo. Another estimate by K. 
puts the works cost of pro<luction at los. to i2s. per kilo, when the law monazite is sold at about 
£a, per unit of thoria. The amount of monazite requirerl lo produce one kilo of technical ihoriuni 
nitrate costs l>clw cen 4s. and 5s., if the raw material is lx)Ught on a basis of ^4 pex unit of iboria. 

In the past the price of thorium nitrate has been subject to wide variations, as is shown by the 
following table giving price ]>er kilo : — 


1894 ■ 

•;^I00 0 0 

1907 - 


• If H 

0 

1898 • 

2 0 0 

190^ • 


f a 

0 

J900 • 

I J4 0 

1909 • 


0 18 

0 

1904 ' 

230 

1910 - 


0 19 

0 

1906 • 

I 7 0 

1912 - 


0 18 

0 


In June 1914 technical thorium nitrate cost alwul 18s. per kilo in the United Kingdom. 


Testing of Thorium Nitrate for Mantle Manufacture 

The following is a brief .summary of the tests which the salt is usually required lo pass m 
order to satisfy the requirements of mantle manufacturers: — 

Solubilll7 and Colour.— When 25 g. of the nitrate is stirred with 25 c.c. of distilled watery 
for ten minutes, it ihould be completely srduble, and the solution should have only a slight ych*^ 
colour. 
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Ignition.— The niirate, after ignition in a platinum crucible for thirty minutes, in a blast flame, 
should leave a residue of not less than 48 per cent. The ash should be quite white and free from 
any pinkish or yellowish tint. 

Ceriuni. — Dissolve 2 g. in to c.c. of distilled water, and add sufficient potassium carbonate 
solution to dissolve the precipitate first formed. The addition of a few drops of hydrc^en peroxide 
to this solution should not give any appreciable yellow colour. Tliis test will indicate 0.004 g. 
of cerium oxide. 

Didyniiufn. — The ash produced by the alx)ve ignition is suspended by a platinum wire for two 
minutes in the flame of a Bunsen burner. After cooling and crushing, the ash will be pink if 
didymium oxide is present This test is very sensitive. The yellow colour imparled to the flame 
in this lest should be only transient, and the ash should show practically no luminosity in the 
ordinary {not blast) Bunsen flame. The presence of almost any inorganic impurity will cause 
the ash to become luminous. 

Iron and the Heavy Metals.— Only a slight coloration should be produced on mixing a 30 
per cent, solution of the nitrate with an equal volume of a 2 per cent, solution of ammonium 
thiocyanate. To test for the heavy metals, 20 c.c. of a 30 per cent, solution is mixed with 50 c.c. 
uf water saturated with sulphuretted hydrogen. At the most, only a slight darkening should be 
produced without any trace of a permanent precipitate. 

Phosphoric Add. — The nitrate should not contain more than 0.004 per cent, of P^Oy f or 
the quantitative determination of this constituent about 25 g. of the sample is taken, and the 
phosphate is precipitated in the usual way with ammonium molybdate in add solution. 

Sulphuric Acid.— The determination of sulphate in the presence of thorium nitrate by the 
usual method of precipitation with barium chloride gives low results. E. While recommends 
fusing the nitrate with four limes its weight of solid potassium hydroxide, extracting the mass with 
water, and after filtering off the insoluble matter, determining the sulphate in the filtrate in the 
usual manner. Another process is to dissolve 10 g. of the nitrate in 250 c.c. of distilled water 
and add 5 c.c. of hydrochloric acid and 5 g. of oxalic acid. After allowing to stand for sonie 
hours, an aliquot part of the clear liquid is filtered oft and the sulphate esiimated in the usual 
manner. 

Makers of niantles usually require a niiraie which, on ignition, shall leave a soft voluminous ash, 
and for this purpose sulphuric acid is added to the nitrate before crystallisation, .so that the finished 
nitrate contnin.s about 2 per cent, of sulphate. Thorium nitrate free from sulphate leaves, on 
ignition, a hard dense a.sh unsuitable for mantle manufacture by ihe ordinary process. 

Aluminium, Calcium, Magnesium, and Sodium, logeiher with the iron and phosphoric 
acid, are determined by precipitating the rare earths with oxalic acid, evaporating the filtrate to 
dryness, and weighing the residue remaining after ignition, which should not amount to more than 
0.05 per cent, of the original thorium nitrate. 

Influence of Impurities. — Alkalis and alkaline earths in the body of the mantles cause them 
to shrink and lose their shape. Phosphates cause excessive brittleness, wliilst didymium and 
lanthanum produce a decrease in luminosity. Traces of iron and the heavy metals have but little 
effect, as they are largely volatilised during the ignition of the mantle. 


The Manufacture of Incandescent Gas Mantles 

Tliib industry, which has now attained such an enormous siie, may be said to 
bav-e started in 1884, when Welsbach patented the use as a lighting medium of 
a fibrous network composed of the oxides of certain of the rare elements (French 
I’atent, No. 172,064, of 1884; German Patent, 39,162, Class 26, of 1885). 

The first mantles were made of the oxides of xirconia, lanthana, and yttria 
(English Patent, 3,592, of 1886), but were not a success, as they could not stand 
any shock and had very inferior lighting [lower. The next advance was in the 
employment of thoria, either alone or mixed with other oxides (English Patent, 
> 5 . 286 , of 1886). 

Ihe incandescent mantle cannot be said to have been a commercial success 
until 1S93, "hen Welsbach patented the use of a mixture containing 98-99 per 
eeut. of thorium oxide, together with i-a per cent, of ceriuni oxide (English 
Patent, 124, of 1893). In the.se proportions the oxides have their maximum light- 
giving power. Later investigations have shown that pure thoria has little light- 
emitting power, and that the addition of over 2 per cent of ceria causes a 
decrease in luminosity of the mantle, until about 10 per cent, is reached, when 
file light falls to about the same quantity as is emitted by pure thoria. T he 
ehanges caused in the intensity of the light emitted by incandescent thoria, by the 
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addition of varying' amounts of ceria, is well illustrated in Fig. 5. This curve has 
been drawn from the results of G. P. Drossbach (Journ. Jur Gasbei, 1898, 41, 
352 ; see also J. Lux, Zeits. fur Bekuchlung, 1907, 246). From the year 1893 up to 
the present time, many oxides have been tried in place of these, but none have 
thus far, been found to be so efficient. ’ 

In the conversion by ignition of thorium nitrate to the oxide, thoria, the 
material expands so that it occupies at least ten times its original volume. As 
the cerium nitrate does not appreciably change its volume when converted to the 
oxide in the mantle, the volume ratio of the thorium oxide to cerium pxide is 
999 to I. According to the work of A. H. White and H. F. Travers (fount. Soc. 
Clum. hid., 1902, 21, 1012), 100 parts of thoria can hold 6.7 parts of cerium 



oxide (Ce.p.,) in solid solution, and, therefore, all the cerium in the incandescent 
mantle is in the dissolved condition. 

It is impossible to give a full account of this important branch of technology 
in the space available, but the following is a brief outline of the more important 
parts of the process. 


Fabric. — The earlier mantles were made of cotton, but as the.se were found w 
give a decreased illumination after being in use for a short time, this material 
has been largely supplanted by ramie fibre for the better quality goods. Recently, 
artifici^ silk has been used with satisfactory results, as it combines the high and 
well-maintained illuminating power of ramie with a greater elasticity of the ash 
skeleton, and the mantles produced are, therefore, more capable of withstanding 
shock. German makers are largely using cuprammonium cellulose and Chardonnet 
silks, whilst the French makers prefer to use " viscose ” silk (see English Patent, 
8,7^, 1892), which is also used in this country. Artificial silk mantles have the 
additional advantage that they do not require washing before impregnation. 
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The appearance of impregnated fibres, made of the three classes of materials 
mentioned above, both before and after “ burning off,” is well illustrated in the 



Fin. 6.--Oitton before Burning Off. Fin. 7.— Cotton .ifter Burning Off. 

(.Ripr^ductd hy ptrmitsi«n from ThQvpt't “ Dictionary of Applied Cktmisiry.") 


photo-micrographs shown in Figs. 6-ii. Cotton fibre (Figs. 6 and 7) is seen to 
have a very twisted structure, whilst that of ramie (Figs. 8 and 9) is of a some- 
what simpler form. The structure of artificial silk is very similar to that shown 
in Figs. 10 and 1 1, which show collodion fibres impregnated with thorium nitrate. 



Fa-,. 8.— Ramie before Rtirning Off. Kin. 9. — Ramie after Barning Off. 

{ReprotiHced by ptrmitiioH/rom Th^rftt *' Dictionary of Applied Chemistry.") 


used in the m.'inufacture of incandescent mantles is tested, at the works, both as 
prds Its “count” and breaking strain : the latter is of importance on account of the tension 
Va '. has to undergo during knitting of the “stocking.” The efficiency of the mantle 

directly, within certain limits, as the tension to which it is subjected during knitting. 

VOL. n. — 20 
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F[(,. io.- 0 )llo<Hon before Burning Off. Bio. n, -Collodion after Burning Off. 

by ptrtmision ftvm I hifr/e's '* PUlionary of Af'fUcil Chemistry. ) 



Fig. 12.— Washing Machine. 
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Washing.— Before being impregnated with the solution of the rare earths, 
the web for cotton and ramie mantles needs to be washed in order to decrease 
the quantity of mineral matter, and also to remove any fatty substance present. 
Ramie mantles are soaked overnight in a 2 per cent, solution of nitric acid, and 
next morning, after the superfluous liquid has been remtrved by means of a 
centrifuge, they are well washed in distilled water, and treated with dilute ammonia, 
and then again thoroughly washed with distilled water. Cotton mantles are 
washed, first in a 3-5 per cent.^ solution of caustic soda, and next in a 1-3 per 
cent, solution of hydrochloric acid. The alkaline bath is usually employed warm. 
The above methods ate all subject to variation, according to the individual 
ideas of the manufacturer. A washing machine is shown in Fig. 12. By the 
above treatment the ash content of the mantle before impregnation is reduced 
to about 0.02 per cent., and consists largely of iron oxide and silica. Reduction 
of the ash below 0.01 per cent, is stated to be detrimental to the strength of 
the ash skeleton. Each batch of washed material should have its ash content 
determined, fn all the following opcratioas great cleanliness is necessary. 

Drying.— This is done by suspending the mantle, in a current of hot air, in a 
special drying apparatus which may consist of a chamber in which the web is 



suspended on poles, or of a special drying box round the inside of which the web 
pas.ses a number of times. A machine of the latter type is illu.strated in Fig. 13, 


Impregnation.— For this purpose a solution containing from 25-50 per cent, 
of thorium and cerium nitrates is used, the proportions employed being about 
<19 per cent, of thorium salt to i per cent, of cerium. Small quantities of 
beryllium or magnesium nitrate are also added to strengthen the ash skeleton. 

The composition of certain solutions used for impregnating i.s shown in the 
following table : — 

Table VUI, 


(Cerium niiraie 
: Beryllium nitrate 
I .'(agnesium nitrate 
i Uistilleri w.rter 



,. i 

1 

2. 

3- 

4 - 

5' 1 

percent. ThO») 

(•rams. 

i 

Grams. 

Grams. 

Grams. 

1,000 

1,000 

1.000 

1,000 

1,000 ; 

10 

8 

10 

10 

10 '■ 


5 

2 

5 

5 



1.5 

>•5 

2-5 

2 

I 

i 

2,000 

i 

2,400 ‘ 

1,800 

1,600 

j 

2,500 i 


Many makers adjust the impregnating solution so that inverted mantles, 
* Ignition, contain 0.5-0.8 per cent, of ceria, whilst the upright type contain 
coper cent. or- 
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Fk‘„ 14.— Impregnating Machine, ,*<} Actual Size. 


Formulae for ramie mantles are given in columns 1-4, the latter being .1 
slroneer solulion for impregnating mantles intended for use with high-pressure gas ; 
No s is for cotton mantles. Beryllium nitrate is sometimes added to the solution 
used for impregnating cotton mantles, if these have to he given 
special shaiK-s such as those used in pressure or irutrol gas 
lighting. 'Ihc time of impregnation varies from about t«'0 
nrinutes, in the case of cotton and ramie mantles, to about live 
hours in the rase of certain artificial silk mantles. If the (luaiiWy 
of magnesium nitrate in the impregnating solution is much in- 
creased over that shown alxive, the time required for " hiiniiiig 
off” is considerably reduced, and hence the cost of ])ioducUfiii 
is slightly lowered. After impregnation, supernuous lii|iiid is 
removed by jiassing the ramie and cotton mantles througii a 
wringing machine, the rollers of which caii he adjusted so as 
to regulate the quantity of solution left in the mantle, am 
hence its final weight after “burning off.” Such a 1 

illustrated in Fig. 14. The artificial silk mantles have me 
superfluous solution removed by means of a centrifuge. ^ 
The mantles are next dried at a temperature of about 30 •> 

those of ramie and cotton, which arc cut up into lengths 
impregnation, being stretched on glass cylinders (Fig. iSf 
the silk ones are treated in lengths on wooden ,j„|, 

Fig t5— (Hass cheaper grades are, however, usually cut up after impreg ■ 

Drying Cylinder, ^tld drying. 
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The upright mantles are next fitted with a sewn-on tulle head, together with 
the asbestos loop, by which they are suspended, unless these were attached before 
impregnation. Inverted mantles are drawn together with impregnated cotton to 
form the "spider,” and are fixed to the supporting ring (see p. jrj). 

Fixing— The mantle also requires to have strengthened those parts which, 
when in use, will be subjected to the greatest strain : these are the head and loop 
of upright and the portion around the ring of inverted mantles. The method 
sometimes used is to treat these portions with a‘ thorium solution containing a 
much larger proportion of salts of calcium, aluminium, or magnesium, than that 
employed for impregnating. On 
" burning off” (see below), the 
portions of the mantle so treated 
shrink more than the body, and 
so become more compact and 
therefore stronger. The solution 
may contain aluminium nitrate, 

20 parts ; magnesium nitrate, 20 
parts; borax, 0.3 part; water, 

100 parts. 

A machine for applying this 
“fixing" liquid is shown in Fig. 

[i 5 . In this a felt pad saturated 
witii the fixing solution is pressed 
against the dried impregnated 
mantle whilst the latter is slowly 
rotated. A small ciuantily of 
methyl blue is often added to the 
solution in order to show where 
it has been applied. In many 
works it is now cii-stomary to 
apply the fixing solution by means 
of a spraying maebine working 
on tile “ Aerograph " jirinciple. 

Upright mantles are usually fixed 
licforc the tulle head is sewn on. 

Branding.— If it is desired 
to brand the maiille with a trade 
mark or maker’s name the design 
is stamped upon it with a solution 
consisting of 

Uidj'iiiiuin nilcalc - - 1,000 g. 

Ulyceiiiie - - . 200 ,, 

Mulliyl Mue . . 25 ,, 

Alcohol (96 per cent. ) - 300 ,, 

Uistilled water . . 500 ,, 

This solution gives a brand which can be readily seen both before and after 
'‘burning off." Although upright mantles are usually branded after fixing, it is 
more customary to brand the inverted type before mounting them on the ring. 

Burning Off. — The mantle is next shaped on a wooden model and burnt off 
from the top with a Bunsen flame. Formerly, thi.s operation, together with those 

“.shaping” and “ hardening," was performed by hand, but it is now the general 
cusinni to use a machine similar to that illustrated in Fig. 17, which i,s designed for 
"'Verted mantles. It consists, essentially, of two rows of gas burners mounted on 

iron frame, with a mechanical arrangement for raising or lowering the burners 
gas pressure, and a removable bar with clips from which the mantles are 



Fig. lO.~Machine for .Applying “Fixing"' Solution 
lo Inverted Mantles, J Actual Size. 
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suspended. The machine is also furnished with a movable screen of blue glass 
in order to protect the operator from the heat and intense light. The u|)per row 
of burners, to which the gas is delivered at a pressure of 2-4 in. of water, are 
for carbonising the mantle; the lower row, which is fed with a mixture of gas 
and air under pressure, being for “hardening” the ash skeleton by subjecting it to 
a more intense heat. The “burning off” is always begun from the top of the 
mantle, for if the operation is pciforined in the reverse order the mantle will 
probably be so mis-.shapen as to be quite useless. As soon as the carbonisation 



of the mantle is complete, it is “shaped" by being heated from top to bottom by 
one of the low-pressure burners. It is next “hardened” by being heated in one 
of the high-pressure burners, the operation lasting from ij 15 minutes according W 
the size of the mantle. 

In another type of machine the inverted mantles are supported by the lugs of 
their fire-clay rings, which just rest above holes in metallic saucers, which are 
suspended over the burners of a machine very similar to that described above. 

During the process of “ burning off" a considerable shrinkage takes place w 
the size of the mantle, the ratio between the size before and after the operation 
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being dependent upon a number of factors such is r ■ , 

...b., «d. pe, ki,. i. 5 «.o, 7;4 44 oi : 7 £,"X '4 

600 ; medium quality, 700-800 ; cheap quality. 1,000. As many as aofmntks 
of the cheap German type maybe produced from i kiloof thoriL nitrite 


Collodionising.— The mantles, which now consist of 


an ash skeleton, are 



I'ui. 18.— Colloiiionising llalh, Actual Size. 


niadtf suitable to bear transport by being immersed in a solution somewhat of the 
loiiowing composition 


Collodion solution (4 per cent.) - 
Kiher - . . . 

Camphor • * - 

Castor oil - 


TOO parts 

40 „ 


6.5 1. 


3-5 n 


he mantle, after collodionising, is still somewhat fragile, and any blows which 
^receives will probably show as cracks when the mantle is brought into use. To 
certain makers add inorganic salts such as the nitrates of 
mm, zirconium, or beryllium to the collodion solution, 
is ill r carried out by means of a machine, the principle of which 

s rated in Fig. 18. It is customary, however, in most large works to perform 
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ihe operation on a much larger scale in a closed room which has special arrange- 
ments for the condensation and collection of the volatile vapours evolved. 

After drying at a temperature of 5o°-6o“ C. the mantles are trimmed (see 
Fig. 20) and are ready for use. It is desirable that this drying should be performed 
fairly rapidly, as slow drying may cause undue strain to the mantle. 

The manufacture of incandescent mantles from artificial silk is usually 
carried out in a manner differing somewhat from that already described for ramie 
or cotton. When nitro cellulose is used, the impregnated fibre has to be denitrated 
before “burning off,” otherwise the combustion would be so rapid as to destroy 
the form of the mantle. This denitration is unnecessary if “viscose” silk be 
used. One process may be quoted as an example of the method of procedure 
if nitro-cellulose is used (French Patent, 462,156, 1911). The silk, after being 
freed from grease by washing in ether containing a little carbon disulphide, is 
impregnated in a thorium-cerium nitrate bath of the usual strength. After dryine, 
the impregnated fabric is denitrated by immersing it in 95 per cent, alcohol, to 

which has been added a little hydrofluoric 
acid. This treatment causes the thorium to 
be precipitated in an insoluble and viscous 
condition in the fabric, which is next washed 
in distilled water, and finished in the same 
manner as are ramie mantles. 

Many patents have been granted for ])ro- 
cesses for the conversion of the thorium 
nitrate to an insoluble form whilst in the 
fabric, by means of a precipitant. lire 
object of this precipitation is to obtain the 
thoria in a very dense form, so that on ignition 
it will give a more coherent ash skeleton 
than is obtained from the nitrate. 

Suirstance.s for this purpose include apiiiuunia 
(English I’alenl, 20,747, 1901; 11,042, 1902; ami 
French t'atenl, 321,803, 1902), hydrogen peroxide 
(French Patent, 458,280, 1911), ozone |I'icnch 
Patent. 414,700, 1909), and a(|ucmis solutions of 
amines mixc<t wiiti a suitable acid or piienol (French 
Patent, 403,443, 1909) 

'I'his increase in strength of the ash 
skeleton is a matter of considerable import- 



F]o, 19.— Movable Drying Crate for 500 ance for mantles which will be subjected to 
Mantles, .Actual Size. much vibration, such as those used for rail- 

way carriage lighting. 


Of course, when this is desired, the tlioiiuni nitrate used for impregnation does not contain any 
sulphate (see p. 303), which causes the material to swell up enormously on ignition. 


The increased use of pressure gas and vaporised oil for incandescent lightiug 
has also led to a demand for extra strong mantles of this ty[)e, which are paitictilarly 
necessary for use with certain incandescent oil burners in which the gaseous Jiro 
duct is often delivered from the jets at a pressure of about 25 lbs. to the square 
inch. According to information supplied by a manufacturer in the United Kingdom 
who specialises in the production of mantles for the lighting of railway carriages, 
the most satisfactory material for this purpose is “ viscose ” silk (for an accoujit of 
artificial silks see G. Martin, “Industrial Chemistry ; Organic," p. 214). 

The following is a very brief description of one process of manufacture 
employed (English Patent, 25,549, 1908). The fabric, if " viscose” silk be used, 
is impregnated in the usual manner, almost completely dried, and placed in 
a vacuum chamber in order to remove all occluded air and moisture. When this 
has been satisfactorily accomplished, dry gaseous ammonia is slowly admitted to 
the chamber, thus causing a more complete precipitation of the thoria than 
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could be obtained by immersion in aaueous „ 1. , ■ . 

treatment is preceded by evacuation. When the 

be complete, the ammonia.is slowly blown out bv^a cur em " 

removed, washed, and finished in L usuarLnner rL 1'"’ ^ 

tensile strength of mantles prepared in th“Lav 

illuminating power prepared by the ordinary process® W^en^rntt 

employed in this process, in place of artificial silk the fabric l f 

admi“ed“ theZdZXm:: 

Artificial silk mantles usually have the “ burning off," shaping and “ hardening " 
performed in one operation. Owing to the fact that the individual threads of 



Fk;. ao.-Machine for Trimming Ui»iglu M.inlles, { Actual Size, 


cTrhnnf '-’f * tendency to contract and become entangled when 

susnendeH If necessary for “.burning off." The mantles are 

de.sired fnr r 'he outer diameter of which is equal to that 

liurner wbicb'^ finished mantle, so that only the head is above the top of the 
and sIm-Iu " tlyough the inside of the guiding tube. The mantle is ignited 
Artificial '••’f'* only the bottom is in contact with the flame. 

in the soft high-pressure lighting are often sent out from the works 

me sou unburnt condition. 

is given'^h^tr artificial silk for incandescent mantle manufacture 

given by F, Wirth (Chem. Ztie., 1911, 35, 75a). 

™mtles "resiy f the rods and nngs for supporting upright and inverted 
which canff u''® ^’ ™P®ft 4 nt matter in this branch of technology, but one 
be considered iully here. These articles are usually not made on 
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the mantle works. A description of their manufacture is given by C. R. Bohm 
(“ Die Fabrikation der Gliihkorper fiir Gasgliihlicht ”), and a recent account of com- 
parative e.xperiments with porcelain mixtures and alundum is given by R. L. Clare 
(Trans. Amer. Ceram. Soc., 1912, 14 , 407). 

Tesftng of Gas Mantles. — The testing departments of certain public bodies have instituted 
a series of tests for the comparison of the various mantles on the market as regards their 
durability and lighting properties. 

The darabiJitf is determined by means of the Woodall-Moon or similar machine (see Fig. 21), 
in which a mantlejs fixed to its burner, and after being burned off for about five minutes is subjected 
to a series of shocks administered by a miniature stamp driven by a water motor. The .shocks 
given to the mantle can be varied by altering the weights used to load the rod which causes the 
shock, and the vibrations thus produced are staled to be similar to those occurring when heavy 



Fiii. 21.— Woodall-.Moon Mantle Tester. 


traffic paises along a road. According to a recent article by J. H. Coste and W. F. K 
\Jonrn. Soc. Ckem. fnJ., 191 1, 30, 65) the usual lest which upright mantles are required to s a , 
without fracture, is 1,000 shocks adnlinistcred at the rale of 300 per minulci using 2 or. 

For inverted mantles the test is 3,000 shocks at the rate of 600 |)er minute, using 3 or- 
In both ca.S€S the Woodall-Moon machine is used. 

The illuminating power of the mantles is tested by means of one of the well-known vp 

Statistics of Production.— Accurate figures cannot be ol>taincd, but the annual consuinpdo 
of incandescent mantles in 1912 wa.s estimated to be approximately as follows 


Germany - 
Unitcrl Slates 
United Kingdom 
France - 
Belgium ■ 

Italy 

Russia 


too 

60 


38 


16 


3 -S 

3 “ 

i-S 


222.0 
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A recent estimate places the total consumption of incandescent mantles at 300 millions per 
annum. 

Although rapid advances have been made in the manufacture of incandescent mantles in this 
country, there are still enormous numbers imported from Germany. Complete statistics are not 
a\-ailable, but the value of the incandescent mantles imported into and exported from the United 
Kingdom and the United Stales are shown in the following table 

Table IX. 


1 

1 1 

1912. 1 

1913- 

1 

1 

I M TORTS. 

1 ^ 

1 ^ 

1 ^ 

1 United Kingdom . - - - 

277.357 

322.631 

302,576 

1 United States .... 

j 

1 13.33* 

E.xi-orts. 

1 - 3.555 

1 12.7S5 

! United Kingdom (home manufacture) 

* i 28,126 

i 40.72S 

1 32. 5 ^-^ 

' United Kingdom (foreign manufacture) 

15,412 

' 3.274 

i 5,650 

United States .... 

Nil 

Nil 

! Nit 


Minor Uses of Thorium Compounds 

Small “ [jastille.-i,” consisting laigcly of tlmria, l<^clher with a trace of ceria, are finding an 
extensive use for lighting ol the ‘’limeliglit” such as is uied_in searchlights and for the 
headlights of motor cars. 

The use of certain thorium comfwuiids as constituents of magnesium flashlight powders has 
Ix’en patented. Thus, the use of thorium chromate or tungstate i.s covered by French Patent, 
14,692, 1908, whilst certain other salts are mentioned in Knglish Patent, 27,267, 1904, and French 
Patent, 403,722, [909. Tlie chief claims made for these powders is that they evolve considerably 
less smoke, when fired, tlmn do those ccmsisiing of magnesium alone. 

A method for preparing colloidal thorium is given on p. 363, and the use of the metal in 
filanierUs for incandescent electric glow lamps is dcscril^ed on p. 3^2. 

TATENT LITERATURE 

Since its intreductiem, numerous patents have l>een taken out covering many improvements in 
the manufacture of the mcandescenl mantle. In the following list are included the more important 
patents granted in tlie United Kingdom. An attempt has l)een nude to classify these according 
to the nature of the in»[»rovemem claiine<l ; unfortunately, this has itoi l>eei\ possible in all cases. 
Short abstracts of the majority of these specific, ations will be found in the JoioHal cf the Sodety of 
Chemical Iminshy. 

Wearing and Knitting the Web.— English r.aicnis, Nos. 3,323, 3.530, 5,821, 13,259, 16,475 
of 1900. 

Composition and Treatment of Fabric before Impregnation.— Englisli Patents, Nos. 
11,038, 15,246 of 1895; 13,256, 26,304, 29,613 of 1S96; 26,381 of 1897: 3>770 189S; 63, 

11,653 >899; 9,088, 19,859 of 1900; 454, 9,551, 20,747 of 1901 : 17*603. 20,004 19°^; 

25.698 of 1903 ; 7,668 of J904 ; 24,680 of 1905; 18,152 of 1906; 3,055 of 1908; 2l,3t5 of 191 1. 

Impregnating Solutions— (l) IVilh a Thorium Salt the ChTf English 

Paienls, Nos. 10,129, 19,202 of 1895; 1,681, 1.682, 2,000, 3,262. 3,681,9,244. 13.659, 14.365. 
14,448, 21,267, 26,167, 27,269 of 18^; 501, 11,739, 14,499. 15.^3. 20,225, 26,202, 29.767- 
50,145 of 1S97 ; 2,015, 13,504, M»i 84, I4»259, 15,713 of 1S98; 8.058 of 1S99; 5,989 of 1900; 
*27, 4,229, 12,137 of 1901; 21,861 of 1902; 16,018 of 1905; 6,828 of 1907; 422,643 of 1910; 
*7.492 (d 1911; 25,360 of 1912. 

(2) Containing m Thorium .S’a/f. —5,646 of 1S83; 17,866 of 18S8; 4,732, 7 . 372 i 10-4277 20,735 
"I *394; 24,505 of 1895; *.841, 4,000, 14,845, 15,500, 17,194 of 1S96; 3,811, 14,4991 20,221, 
30.112011897; 49. 25.653 of 18^; 9,273, 16,166 of 1899; 3.925 of 19CO: 1.629 of 1909. 

Precipiution of Thorim in Fabric.— English Patents, 16,053 of 1899; 2o.747ofi9or ; 11,042 

1902; 14,288 of 1904; 15,295 of 1906; 16,867 of 1907 ; 10,233 of 190S; 10,400, 23,434 of 1909; 
'■’904, 13,169, 27,837 ofigii. 

Strengthening the Mantle.— English Patenls, Nas. 7 . 330 . «. 3^7 of >S 97 ; 20,740 of 189S; 

3 il 8 i of 1906; 25,657 of 1907; 27,755 of I9t^. 

Indestructible Mantles. -English Palents, Nos. 8,162 of 1905: 3 - 785 . 28,435 of * 9 o 8 . 
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Stampin^Trade Marks on Mantles.— English Patents, Nos. 1,538 and 12,077 1 ^ 99 - 

SeirLigfhung^ Mantles. — English Patents, Nos. 16,966, 26,618 of 1896; 15,414, 17,575, 
20,017,25,268011898; 23,701 of 1900; 609011903; 19,435011905; 255, 18,602 of 19^. 

Coilodionistng^ and Rendering Suitable for Transport.— English Patents, Nos. 23,986 of 
1902; 15,696 of 1903; 6,814 of 190&; 15*536 of 1907; 2,572 of 1908; 4,860 of 1909; 11,459 of 1910. 

Machinery for “Burning Off,” etc.— English Patents, No«. 25,171 of 1899; 4*302,6,952, 
12,413, 17*637* 24,218 of 1901; 24,032 of 1904; 6,432 of 1906; 6,556, 12,579 of 1909. 

Miscellaneous Patents.— English Patents, Nos. 3,592, 9,806, 11,287, 16,581 of 1886; 6,236, 
1,195 of 1887; 22.396 of 1893; 18,309 of 1894 ; 811, 4,324 of 1895; 6,919, 12,950, 18,800 of 1899; 
4*707. 9*466, 9,733 of 1901; 11,042 of 1902; 14,687 of 1905; 6,814 of 19^! 2,240 of 1908; 
27,354 of 1911 ; 19,668011912. 

A list of the patents granted in Europe and the United States, complete to 1902, is given by 
C. R. Rohm in “Das Gasgluhllchl.” 


CERIUM, LANTHANUM, AND DIDYMIUM 

The oxides of these elements are important constituents of many minerals, such 
as monazite, cerite, allanite, and gadolinite, but at the present time, owing 
to the large quantity of cerium earths which are available as by-products in the 
manufacture of thorium nitrate, none of these minerals is utilised solely as a 
source of the o.xides (sec p. 299). 

For many years there was no commercial outlet for the large quaniiiles of rare earths thus 
obtained, which amount to about twelve limes the quantity of llioria protluccd, and constitute 
65 per cent of the raw monaziie, and hence thousands of tons remained on the works unutilised. 
It is true that the incandescent mantles contain about I per cent of cerium oxide, but this only 
consumes a snt.all fraction of the total amount available. 

These rare earlh.s, other than ihoria, obtained from niunazite, consist of about 45 per cent, 
cerium sesquioside, 25 per cent, lanthanum oxide, 15 per cent, neodymiun) oxide, wliiUt 
oxides of yttrium and samarium coostilulc the remainder. 

The following is a brief account of some of the uses to which these oxides have 
been put recently, 

Pyrophoric Alloys.— In 1903, Auer von Welsh, ich, when conducting an 
investigation of the properties of the alloys ol)laincd by reducing this mixture of 
rare eartli oxides, found that, when filed, certain of these gave off a shower of 
bright sparks, which were sufficient to ignite inflammable gas. This discovery was 
p-ttented (German I'atent, 154,807, 1903, and English Patent, 16,853, 1903), and 
he disposed of his rights to a German company, for the sum of ^30,000, and so 
started the pyrophoric alloy industry. At a later dale, he found that this property 
was largely due to a superficial layer of oxide, which needed frequent renenal if 
the alloy was to retain its pyrophoric prfi|)erlies, and numerous patents were taken 
out covering methods for the production of this oxide layer (see English Patent, 
8,163, 1909; Preneh Patent, 407,117, 1909). 

The necessity for these renewals has since been obviated by the discovery 
that alloys of the cerium earth metals with certain of the heavy metals, sui h 
as iron, nickel, manganese, and cobalt, have permanent pyrophoric properties. 
These properties arc posse.s.sed, in particular, by alloys containing from 10-65 per 
cent, of iron, and exjrerience has shown that the best results are obtained when 
35 per cent, of iron to 65 [)er cent, of the cerium earth metals (" Misch ” 
metal). Alloys of this composition, known as " Auer” metal, form the sparking 
material of a large proportion of the automatic gas and cigar lighters now on the 
market. Various theories have been put forward to account for the pyrophoric 
pro[)erlie 5 of these alloys ; one is that in striking the alloy small particles of metal 
are broken off, and the force of the percussion is sufficient to raise these to their 
ignition temperature. 

In the production of these alloys many difficulties have been experienced, 
owing to the fact that the molten “ Misch ” metal is extremely reactive, combining 
readily with oxygen, nitrogen, and hydrogen, and removing oxygen from carbon 
dioxide and carbon monoxide ; the reduction of the rare earth oxides to the metallic 
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state has, therefore, to be conducted in a vacuum. The process of rnanufacture is 
briefly as follow.s 

If the rare earths, which have to be converted to the anhydrous chlorides, 
are in the form of carbonates, they can be directly dissolved in hydrochloric acid,’ 
but if they exist ih the form of oxalates, they must be converted to hydroxides and 
dissolved in hydrochloric acid. ^ The complete dehydration of the chlorides, thus 
produced, is a nratter of considerable importance, as in the later stages much 
depends on the suitable preparation of the material. A product containing chlorides 
equivalent to 35-50 iter cent, of oxides can be easily prepared by the use of 
calcium chloride as the drying agent, but in order to obtain a higher grade product 
it is necessary to employ the ammonium chloride process in order to avoid the 
formation of basic salts. This proce.ss consists in heating the cerium earth 
chlorides with ammonium chloride until the latter is crrmpletely volatilised. This 
operation is too costly to be employed unless the ammonium chloride is recovered, 
A full account of methods suitable for the production of these anhydrous chlorides 
is given by A. Hirscb (Jouni. Indus, and Enf;. Chem., iqi i, 3^ 880). 

The preparation of the anhydrous clilorides is usually undertaken by the 
manufacturers of pyrophoric alloys fiom the rare earths remaining as a by-product 
'in the manufacture of thorium nitrate ■, thc.se can be obtained in quantity at about 
6d. pet kilo. The calcined chlorides cost about 3s. per kilo, and the undehydrated 
product can he obtained, in Germany, at about as. per kilo. 

The dry chlorides are nest electrolysed in a graphite crucible using a large iron 
cathode. In order to conduct the manufacture of pyrophoric alloys on a 
remunerative scale it is necessary to have cheap electric power, and to work with 
a current of not less than 1,500 amperes. 

According to the patent of W. liorchers and L. Stockem (German Patent, 
172,529, 1905) the chlorides are mixed in the proportions represented by the 
formula CeClj + CaCL, and ihc addition of a small quantity of fluorspar is 
recommended. In another method, described in German Patent 268,827, > 9 i 2 ( 
a mixture of the anhydrous cerium earth chlorides and o.xychlorides, obtained by 
hfating the hydrous chlorides to a high lemperature, is treated with alcohol, the 
solution separated from the insoluble lesidue containing the oxychloride, and the 
anhydrous chloride is then recovered by eva|roraling the alcoholic solution. Organic 
matter is removed by heating the anhydrous chloride in a current of dry air. 

.'Vlthough tlie electrolysis of the cerium earth fluoride.s has been recommended 
for the production of these alloys, it has not proved .satisfactory on a large scale, as 
the molten mass obtained is so viscid (hat the metal produced cannot collect as a 
tegtilus, but remains scaltered throughout the whole mass. , 

For several years past, “Auer” metal has been manufactured in the United 
Kingdom from cerium earths imported from Getniany. “.\uer” metal, at the 
present time (June 1913), costs ahoiit t5s. per lb. in Great Britain, and this 
quantity will supply the sparking material for t, 300-1,800 automatic ligliiers. 
bach of these small pieces, termed “ firestones, ” will give from 2,0006,000 
separate ignitions. 

Pyrophoric alloys are also employed in several European armies for defining the 
flight of shells. The friction of the air during the flight of the shell causes the 
alloy to burst into flame shortly after leaving the gun. 

On account of its extremely reactive nature, “ Misch” metal has been employed 
for reducing certain refractory oxides, suih as those of niohium, tantalum, and 
zirconium. 

Another pyrophoric alloy containing cerium earth metals is “ Kunheim ” metal 
(l‘rench I’atent, No. 405,021, 1909). This consists of a mixture of hydrides of 
tlicse metals, together with a certain proportion of magnesium and aluminium. 

I'he mixture of hydrides is quite stable both in air and at a fairly high 
femperatute, but the individual hydrides are unstable iii air and lose hydrogen at a 
refl heat. It is produced by melting the “ Misch ’’ metal with the requisite quantity 
of magnesium and aluminium, and then heating the alloy, thus made, in a current 
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of hydrogen at a temperature of about 500° C., the operation being carried out in 
an electrically-heated muffle furnace. This treatment results in the conversion 
of a portion of the “Misch” metal into hydrides. The following is an analysis of 
the commercial pyrophoric alloy produced : — 


, I'erCeiil. Pet Cent. 

Cerium • - 36 Aluminium • • i.o 

Lanthanum • - • \ Iron - - - - 0.5 

Didymium, etc. • . Hydrogen -1.3 

Magne.sium • - • 10 Silicon - ■ ■ • 0.5 


For a full account of the manufacture, etc., of the above pyrophoric alloys 
see the work by H. Kellermann. 



Pyrophoric alloys containing “Misch” metal alloyed with silicon, 
titamum, or boron have been patented {French Patent, 396,198, 1908. 
and English Patent, 27,341, 1^8). and are claimed to l)e as efficient as 
the well-known ferro alloys. They can l)e produced by melting the metals 
in a magnesia crucible under a cover of sodium chloride. Pyrophoric 
cerium tin alloys have been de.scriljed by R. Vogel {Zei/s. atw^'. Cht'.m. 
19* ** 7 ^’ 3 * 9 )- The use of alloys consisting of the cerium earth metals 
together with «)ne or more of the following metals Cadmium, zinc, tin, 
or lead, as pyrophoric substances, is covered l)y U.S. Patent, 1,102.57;;. 
The mixtures quoted as U*ing suitable contain from 30-40 per cent, of the 
base metals. It is si^ecially claimed for these alloys that they a'e not affecteil 
by air or moisture. A pyrophoric alloy consisting chiefly of manganese 
and antimony, tc^ethcr with 5 per cent, of “Misch” metal, has been 
patented (French Patent, No. 419,388, 1910), and is stated to be much 
cheaper lo produce than “Auer" metal. A non-cerium pyrophoric alloy 
containing titaainm is described on p. 527. 

.•\lloys of “Misch” metal with mercury pixs5e.s.s several interesting 
properties, but, so far, do not appear to have been put to any technical use. 
They can be produced (English Patent, 15,507, 1910; French Patent, 
414,057, 1910) by heating the finely-divided “Misch" metal in a closed 
vessel with mercury vapour at a temperature of 50o'’-6oo“ C. Alloys of 
this type containing io-l6 per cent, of “ Misch ” metal spontaneously ignite 
in air, giving off bright s|)arks. 

Typical forms of automatic lighters are shown in Figs. 22 
and 23. 

The general principle of all these is that a piece of hard 
steel, having a roughened edge, is made to strike the alley, 
thus causing it to give off a shower of bright sparks which 
ignite an inflammable substance (gas, petrol, benzene, or tinder) 
placed in close pro.ximity. 

Aecording to a recent estimate, about 200 tons per annum 
of the cerium earth oxides are used in the manufacture of 
pyroj)horic alloys. 


I* “> 22. Uses of Cerium Compounds in the Lighting 

The“\^hoop' Industry. — Salts of cerium, particularly the fluoride, are 
(.as I.ijjliicr. lar,;ely employed in the preparation of electrodes for '‘flame 
lighting. For certain types of electrodes the cerium 
fluoride is mixed with calcium fluoride, and a small quantity of sodium phosphate 
or borate is added in order to increase the fusibility of the nii.xture. 


According lo French Patent, No. 431,040, of 1911, the mixture may con'ain fluuritle.s of the 
rare earths, together wiih compounds of the alkalis with tungsten or moiyixlenum. The use of 
a cerium pyrophoric alloy as a core for “flaming” arc carljon.s is covered by English I'atcnt, 
No. 8, 151. of 1909, whilst a mixture of the cerium earths and carlxm is mentioned in English Patent, 
8,i5r, of 1909 (see .also French Patent. 414,707, of 1910). 


Cerium Titdnofluoride is also employed in this manner (English Palunt, 
No. 13,988, 1912). In this case it has lyeen found necessary to add sodium or 
potassium fluoride in order to get a steady flame. The colour imparted to the 
flame by these salts is corrected by the addition of a barium compound. 
following is stated to he a suitable mixture for the preparation of these electrodp: 
carbon 45, cerium titanofluoride 35, potassium fluoride 10, barium fluoride 
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10 per cent. In order to minimise the etching effect of the fluorides on the glass 
globes a small percentage of etthcr silicate, borate, tungstate, carbonate! 0 
molybdate of sod.utn ts added. A recent estimate places the consumption of 
cerium earth salts in flaming arcs at about 300 tons per annum. ^ 

Cerium C^bide has been tried ^ a filament for incandescent electric lamps 
(see Ekctrml E«pmer, ,908, 48, 4,6) as also has the nitride (English Patent 

929, of 1906), but neither appear to have been satisfactory. 

Separation of Ceria from the Associated Oxides.-Few ofthcpreced- 

ing uses for the cenum eartlis ^ 

necessitate the separation of 
any individual oxide from 
the mixture obtained as a 
by-product in (he manufac- 
ture of thorium nitrate. For 
certain purposes, however, it 
is necessary to obtain cerium 
compounds in a state of purity, 

• and the following are some of 
the more important methods 
which may he employed for 
the separation of cerium from 
its allies, 

A process often employed is to 
omvecl the cerium earths into 
nitrates, and to treat the solution 
of these with excess of potassium 
permanganate in the presence of a 
basic substance such as sodium car- 
bonate or magnesia (German Patent, 

143, ic6; see also Beyer, Z/i/s. 
anorj,'. Chem.^ 1903, 37, 37.S, and 
G. P, Drosslxich, Bcr.^ 1896, 29, 

2,4521. The process is essenlially 
the same as that described on p. 321 
for the estimation of cerium, the 
product otitained is (juite pure, ex- 
cept for alioiit 0.5 per cent, of 
(iiii)’iiiium oxide. 

Cerium can also be separated 
from the other rare earths by sus- 
pending the hydroxides in asolmion 
of potassium hydroxide, and passing 
ill .1 current of chlorine until the | 

■solution i.s no longer alkaline. Ceric 
hydroxide is formed, and remains 
undisstilved, whil.st the other rare 
carilis arc converter! to soluble 
chlorides or hypochlorites (see P. 
i'lcngel, Zciii. anorg, C/icw., 1890, 

19. 67). ^ 

The mixed oxules may also be dissolved in hot nitric .acid, and the solution evaporated down 
nitrate until ceric ammonium nitnrte sejxarates out {see Welsbach, Movafsh., 
5 i 508, and SchoUlander, Bi’., 1892, 25, 378). 

Cerium Nitrate is used to a small extent in the manufacture of incandescent 
mantles (see pp. 304 and 307), and for this purpose it should conform to approximately 
I'le same standard of purity as that required for thorium nitrate (see p. 302). 

T)ie cerium compound obtained in a stale of purity by any of the foregoing processes is 
(he hydroxide by treatment with solution of potassium hydroxide. The precipitate 
us obtained is filtered, washed, dissidved in nitric acid, an<l evaporated to crystallisation. If the 
<lueous Solution is .slowly evaporated, granular masses of the nitrate are obtained, but if crystals 
solution must be evaporated nearly to crystallisation, rapidly cooled, after having 

en acrystal of the nitrate. The salt> being deliquescent, must be rapidly drained, and dried 



Fig. 23. — .-knUunalk: Lighter for Inverted Burners. 
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Minor Uses for the .Cerium Earths and their Salts 

Numerous attempts have been made to utilise the reducing power of cerous 
compounds in the textile industry, a recent example of which is the following 

The yam is treated with a solution of cerous chloride (sp. gr. 1.16-1.26), 
dried and passed through a bath of strongly alkaline sodium hypochlorite. After 
being again dried, it is woven with untreated yarn, and when the fabric thus 
produced is treated with a direct cotton dye and then run through an acid bath 
the treated fibres lose their colour, and so a variegated pattern is produced 
(German Patent, 241,469, 1911). When “vat” or “thio” colours are used the 
reverse change takes place. 

The cerium earth oxides have recently been suggested for use, with tin com- 
poutids, for weighting silk (E. Stern, Zeits. angav. Chem., 1914, 27, 357). 

In leather dyeing, salts of the cerium earths have been employed as mordants 
(see F. Garelli, Collegium, igta, 418, and W. Eitner, Gerhr, 1911, 37, igg 
and 213). 

As a base for dyestuffs of the alizarin grotip, certaiti cerium salts are stateil 
to be very suitable (sec O. N. Witt, Chemiuhe Ind., 1896, 19, 156; also C. 
Baskerville and T. B. Foust, /»««/. .&c. Chem. Ind., 1904, 23, to4). 

In glass manufacture several of the cerium earths have been employed as 
colouring agents. Thus, if i per cent, of cerium oxide be added to potash glass, 
a clear yellow colour results, which is intensified as the quantity is iticreased, atid 
finally becomes brown. Neodymium and praseodymium, the two oxides which 
constitute the mixture often termed didymium, are sometimes used in the manu- 
facture of blue optical glass (see O. Schott, iiber Fortschr., 1889, 42, 2685, 

and German Patent, 103,441). ’ 

Porcelain i.s sometimes coloured by the addition of phosphates of neodymium 
atid praseodymium ; the former giving an amethyst-red colour, whilst the latter 
produces a bright green (see W. Muthmann, Weiss, and H. Heramhof, ehmahn, 
>907; 355. ‘•14); 

The separation of the oxides of neodymium and praseodymium frotn the oilier 
cerium earth oxides found in monazite is a somewhat lengthy process, and the 
jiroducts obtained are not of sufficient technical importance to justify a full 
description here. Two general methods may be employed -(1) Fractional pre- 
cipitation, utilising the difference in basicity trf the metals (see \V. Muthmann .iiid 
H. Rolig, Her., 1898,31, 1718; R. j. Meyer and Iv. Marckwald, Fer., 1900.33, 
3009; G. P. Drossbach, Fer., 1902, 35, 2826; Urbain, zlv/r. Chim. Phys., 1900, 
IP, 184)- (2) By means of fractional crystallisation (see Dennis and Chamot, /tfvzvt. 
Amer. Chem. Soe., 1897, 19, 779; C. .Scbeele, Fer, 1899, 32, 409; Demarray, 
Comptes rend., 1900, I30, 1019 and 1 185; R. J. Meyer, Zeits. anorg. Chem., 1904, 
41, 94; .Muthmann and Weiss, Annalen, 1904, 331, i). 

The cerium earths have been found suitable for use as catalysts in many 
chemical operations. 1 hus, in the formation of sulphuric acid from sulphur 
dioxide and oxygen, crude cerium earth sulphates may he employed (German 
Patents, 142,144 and 149,677). 

1 he use of the chlorides of the cerium earths for the production of chlorine 
from a mixture of hydrochloric acid and air has been patented ((ierman Patent, 
150,226). The gaseous mixture is passed over the chlorides, which are heated to 
a temperature of 35o'-48o" C. 

In photography, ceric sulphate has been suggested for use in reducing the 
density of negatives (German Patent, 123,017), It has also been found that 
paper so.".ked in cerium sulphate, or nitrate, is sensitive to light, and the image 
produced can be developed by means of phenol or amido-benzoic acid (see 
A. and L. Lumiere, Comptes rend., 1893, 116, 574). 

In medicine, the mixed cerium earth oxalates have been used to minimise 
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nausea, and didymium salicylate has been sold under the name of “Dymal” 
as a non-irritant antiseptic dressing for wounds. 

Cerium sulphate has been patented as a constituent of an electric 
accumulstor (English Patent, 21,566, 1900; see also Ztits. Ekktrachem.^ 

298). It was found by W. Krilitschewsky (“Zur Kenntniss des Cersulphat 
Akkumulators,” Halle a/S., 1904) that cerium sulphate accumulators had certain 
advantages over those made of lead. 

For a full account of the various uses lo which the cerium earths may be put, sec C. R. Bbhm, 
“ Die Verwendung der Scltenen Erden,” Leipzig, 1913. 


Estimation of Cerium in Minerals and Alloys 


In view of the increasing use of cerium compounds in chemical technology, inetliods for the 
estimation of this constituent may be here briefly quoted, but it ia impossible, in the space available, 
to give an adequate account of all the processes which have been employed. 

The mineral is first attacked either by heating it with sulphuric add or by fusion with potassium 
bisulphate. After treating wif!» water, filtering, and well washing the insoluble matter, the 
thorium and cerium earths are precipitated as oxalates (see p. 298). The oxalates are filtered off, 
washed, transferred lo a beaker, and boiled with fuming nitric acid until completely decomposed, 
and the cetiutn in this solution b sc|jaraied by conversion to the hydrated ceric oxide. This can 
he accomplished by several processes, some of which are outlined below. 

Chlorine Process.— This method, originally introduced by Mosander {Journ. prakt. Chm., 
i 843' 3O1 276)5 consists in suspending the rare earth hydroxides in a 5 per cent, solution of 
poiassiuni hydroxide, and passing a current of chlorine through the solution until it is no longer 
alkaline, and the precipitate has attained a bright yellow colour. This treatment causes the cerium 
to be precipitated as the insoluble ceric hydroxide, whil.si the remaining rare earths pass into 
solution as chlorides and hypochlorites. After being allowed to stand for a few hours the 
solution is filtered, the precipitate well washed, dissolved in hydrochloric acid, and the above 
treatment repeated. The ceric hydroxide is finally dissolved in hydrochloric acid, precipitated as 
ci.xalate, and weighed, after ignition, as the dioxide CcO..>. A modification of the above process, 
introduced liy K. Browning and E. J. KoberU Jouru. So., 1910, 29, 45), consists in using 

bromine in place of chlorine. 

Permaflganate Process. — The oxid.'ition of the cerou.> compounds can also be carried out by 
means of potassium permanganate. The solution of (he rare earths, which must contain only nitrates, 
is made nearly neutral with sodium carbonale, heated to boiling, and then a dilute solution of 
potassium permanganate Is run in slowly until the pink colour begin.5 to become permanent. A 
mixture containing potassium permanganate and sodium carbonate, in the ratio of i rnolecule to 
4 molecules, is run into (he boiling solution until an excess of potassium permanganate is present. 
When (he reaction is complete the precipitates! hydroxides of cerium and nianganose are filtered, 
washed, dissolved in hydrochloric acid, and the Ire.itment repealed. The precipirale finally 
obtained is dissolved in hydrochloric acid, and the cerium separated from the manganese by 
precipitation a.s the oxaUtc, which, after ignition, Is weighed a.s the dioxide CeO.h A full account 
of this method is given by E. J. Roberts {.hier. /ount. 6V/., 19J i, 31, 350). 

A Voluoethc Process for the estimation of cerium in the presence of lanthanum and didymium 
ha.sbecn Introduced by G. von Knorre|iJ^r/j. a»x<to. Ckem., 1897, 10, 685 ' Ber., 1900, 33 ' 1924)- 
The process is based upon the fact that ceric salts are reduced to cerous by hydrogen peroxide, and 
that ammonium persulphate in sulphuric acid solution converts cerous salts to ceric. To the 
sulution of cerous salus in dilute sulphuric acid 2 g. of ammonium persulphate u added, the 
solution heated lo boiling, cooled tg 50* C, a further quantity of 0.5 g. of peisulphate .idd^, 
the .solution boiled for five minutes, cooled, another a5 g. of persulphate added, and the solution 
finally boiled for fifteen minutes with the addition of a further quantity of sulphuric acid in order to 
deconipo.se the remaining persulphate. After cooling the solution, excess of a standard solution ^ 
hydrogen peroxide is added, and (he amount not utilised in reducing the ceric sulphate^ estimated 
hy titration with a standard solution of potassium permanganate. The reduction of the ceric salt 
J«ay be expressed as follows 


for details of the precautions which are necessary in ihe carrying out of this determinati 
ongmal papers should be consulted. . , , „ . 

A process for the analysis of pyrophoric alloys has been described by H. AmoW [Analyst^ 


Acknowledgments.— The eulhoc is indebted to Messrs W. Still 4 Co., oi Charles &reci, 
Hation Garden, E.C., for delsils concerning Ihe manufacture of the special mantles used lor 
’ .“d incandescent oil lighting, and to NTetsts F»lk, Stadelmsnn 4 Co., of London, for the 

illustrations of automatic gas lighters. 
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SECTION LXXVIII 

TITANIUM 

By Sydney ]. Johnstone, B.Sc. (Lond.) 
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TriANiUM is oflfii Ocscrilx'd as Ixin,; onu of the rarer metals, but this is hardly 
correct, as it conslilutes one of llie ten most common metals found in a state of 
combination on the earth’s surface. Its o.vide is a constituent of many soils and 
plant ashes. 

Natural Occurrence 

The most common mode of occurrence of this element in nature i.s as the 
dioside (’riO„), either alone as the mineral rutile, or in combination with ferrou.s 
oxide as the mineral ilmenite. 

Rutile usually occurs as a hlack or reddish-brown mineral having a specific 
gravilli of about 4.3, and containing 9S-99 [ler cent, of titanic oxide (liO.), 
together with 1-2 per cent, of ferric o.xide (Fe.Oj). 

Ilmenite, or titaniferou.s iron ore, is jui iron-black mineral having a specific 
gravity of about 4.5 and containing a nia.\inium of 52.; per cent, of titanic oxide 
(TiO.) and 47.3 per cent, of ferrous o.xide (FeO), corresponding to a formula FeO, 
TiO,: 

Other minerals containing a large percentage" of titanic oxide are Spfaene or 
titanite (silicate of calcium and titanium), and brookite (TiO.). 

Another mineral called Struverite, containing a large but variable percentage 
of titanium, has been found recently in South Dakota, U.S. A., Federated Malay 
States, Madagascar, and also in Piedmont, Italy. A paper by P. Crook and the 
Author describing this mineral, as found in the Federated Malay States, and its 
ohemical analysts, will be found in the Min. Mag., 1912, I61 a24. 
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Analyses of typical specimens of certain of these minerals are given in the 
following table 


Table X. 



Formula. 


2 . 

3 - 

4. 

5. ’ 

Piero* 

ilmenite. 

Ceylon. 

Ilmenite. 

Carolina. Ilmen Mis. 

Sphene. 
George- 
town, u.c. 

Strilverite. 
Fed. Malay 
States. 



P«r Cent 

Per Cent 

Per Cent 

Per Cent. 

Per Cent. ! 

Tiunium dioxide • 

TiO, 

64.72 

52-73 

45-93 

40. S2 

45-74 ; 

Ferrous oxide 

FeO 

■ 6-59 

33-08 

36-52 


8.27 

Ferric oxide • 

Fe., 0 , 

2.^ 

S.O8 

14.30 



Lime .... 

CaO 




28. 08 


Magnesia 

MgO 

15.76 

5-33 

0-59 

0.40 


Silica . ■ . ■ 

SiO., 

0.70 


... 

30.10 

0.20 

Manganous oxide • 

MnO 

0.42 


2.72 


trace 

Niobic oxide - 

Nb.,0, 





6.90 

Tantalic oxide 

Ta..O, 





35-96 

Stannic oxide 

SnO/ 

... 




2.67 

Water . * - . 



... 


0.54 

0.50 


r. '* Report on Mineral Survev of Ceylon/’ Col. Rep. Misc. Ser., Cd. 3,762. 

2, 3, 4. Dana’s Mineralogy/’ 6lh Edition, pp. 218 and 712. 

5. S. J. Johnstone, .l/rVi. Ma£., 1912, 16, 224. 

Of the minerals described above the most common form is rutile, but large 
deposits are rarely found. On the other hand the le.ss pure ilmenite is known 
to occur in large quantities in many localities. Titanic oxide is also a minor 
constituent of many iron ores and bauxites. 


Geographical Distribution of Titanium Ores 

In view of the somewhat limited demand at the present time for titanium 
minerals, it will suffice to mention only those de|X)sits which have been alrciidy 
worked to some extent. 

In Europe, the deposits of rutile near Kragero, situated to the north-east of 
Kristiansund, in Norway, yield about 50 tons per annum of high grade rutile 
concentrates. 

In the United States, rutile deixrsits have been worked for some years at 
Roseland, near Arrington, Neisrrn County. The mineral here constitutes abuut 
4 per cent, of certain pegmatite dykes, and by crushing and concentration a product 
containing over 98 per cent, of rutile is obtained (“ Mineral Resources of United 
States,” 1908, pt. i., p. 744). 

In the Australian Commonwealth, .small Ijuantities of rutile have been 
produced from Talunga, South Australia (“ Records of Mines, S, Australia, 
1908, 356), 

Commercial Value of Titanium Minerals.— As with many of the less 
commonly used minerals, this is largely a matter of negotiation between buyer .and 
seller. 

In Great Britain there is vay titlte'demanri for titanium minerals, even of the highest grade. 
In the United States titaniferous iron ore from the Adirondack Mountains, which has 14-45 P’jl' 
cent. TiOj, is reported to be sotd for the manufacture of ferro-tilanium at /ft t0;f2 per ton (nominal) 
according to the titanium content. , 

The sale of rutile concentrates appears to be on a somewhat mor* definite basis, but the deiuai^ 
is small. According to one of die laigek producers, they are MlUng three grades of 
A grade, containing 95 per cent, of titanium dioxide (TiU,), and only traces of iron, at 
(2,000 li».); B grade, which contains 75-80 pet cent, of TiO„ and the remainder chieny ir 1 
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sells at $80 per ion ; C grade, which is largely ilmenite, and conlains 55-60 per cent, of TiOg, 
sells at $40 per ton. 

Statistics of Production.— Complete returns are not available for the production of titanium 
ore, but the following figures may be of service 


Table XI. 


' 

1910. 

1911. 

1912. 

1913- 

Tons. 

Value. 

Tons. 

Value- 

Tons. 

Value. 

Tons. 

Value. 

x\or\vay 5 

United Slates 

50 

£ 

... 

9,266 

76 

Nil 

£ 

1.300 

100 

6,900 

£ 

1,900 

7,600 

£ 


Utilisation of Titanium and its Salts 

Up to within a few years ago little use was found for titanium minerals. 
Numerous attempts had been made from time to time in the United Kingdom 
and elsewhere to smelt tiianiferous iron ore on a commercial scale, but the 
majority of these were soon abandoned, and at the present time it is difficult to 
negotiate a sale in the United Kingdom of iron ore containing over 2 per cent, 
of titanic oxide. 

The objections urged against the use of tiianiferous iron ore is not that the iron obtained by 
smelting is of inferior quality, but that under the ordinary working conditions of the blast furnace 
a pasty slag is produced, and aggregations of titanium nitride and cyanide collect in the liigher 
portions of the furnace. It has been shown, however, that under suitable working conditions the 
smelting of these ores is commercially possible. This is demonstrated by the fuel that iron ores 
carrying from 8-15 per cent, of titanic oxide were sineltetl successfully for a period of twenty 
years in the Adirondack Mountains, New \ork State. Exhaustive articles dealing with the 
smelting of titaniferous iron ores are given by \V. M. IJowron, '/'rans. Anw\ Inst. Min. Eiig.^ 
[882, 11, 159 ; A. J. Kossi, 1893, 21, 832 ; E. von Malliiz. Stahl und Eisen, 1909, 29, 1593 ; 
and Bull. 64, U..S. Bur. Mines. 

Ferro Alloys.— One of the most important uses of titanium minerals at the 
present time is for tfie production of ferro alloys, wliich are used in the final 
purification of steel and cast iron. 

M.iny processes for the production of ferro-lilaniiim have l>een suggested and tried on a small 
scale 5 references to these will l)c found in the liibliography given at the conclusion of the article by 

H. Stoughton, quoted above. 

For the industrial production of ferro-tiianium two general processes are 
ill use, one or other of these 1x?ing employed according to the nature of the 
alloy desired. For the production of alloys in which the presence of carbon is 
not olijeclionable, the process of Rossi can be employed (sec U.S. Patents, 
609,466 7, 1898; 648,439, 1900; 668,266, 1901; 721,467, 1903; 802,941, 1905; 
822,305. ^906; 877,518, 1908; 935,863, 979,393-4, 986,505, 992.422-3, 

I, 003,805-7, 1,019,526-31, 1,020,512-7, 1,022,595-600, 1,022,799, 1,023,331-4, 
^024,476, 1,025,426, 1,028,389, 1,029,637, 1.032,432, i,o39.f’72). 

In this process the finely pulverised titaniferous iron ore is mixed with charcoal 
and heated in an electric arc furnace of the Siemens type to a temperature of not 
less than 1,927" C. (3,500'’ F.). This yields an alloy containing 15-18 per cent, 
titanium, 5-8 per cent, carbon, and the balance iron. 

The second type of process is employed if an alloy free from carbon is desired, 
the reduction being performed by some substance other than carbon, and for this 
pur[)ose aluminium is frequently used. ■ u- v. 

A quantity of scrap aluminium is melted in an electric furnace, into which 
55 charged the requisite quantity of scrap iron or high grade iron ore, the latter 


Oiiefly rutile. 
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being, employed if an alloy quite free from carbon is required. In either case a 
layer of molten iron forms at the bottom of the bath, and on this the aluminium 
floats. Upon this layer is charged rich titaniferous iron ore, which is immediately 
reduced to the metallic state, and combines with the iron already in the bath. So 
much energy is evolved during this reaction that little current has to be supplied 
in order to maintain the bath at reaction temperature. The process is capable of 
yielding alloys containing up to 75 per cent, of titanium, with only o.ia-o.So 
per cent, of carbon. A full description of the process is given in Electrochemical 
Industry (New York), 1903, 1, 527. 

According to a recent patent of A. J. Rossi (U.S. Patent, 1,039,672, 1912), 
carbide of titanium is quite as efficient as a steel purifier if intimate mixture with 
the molten metal is effected. 

It is claimed that the alloy is cheaper to produce than ordirtary ferro-litanium. The composition 
of such an alloy is shown in column 5 of the follow ing table : — 

Table XII. 


5'., I 





Per Cenu 

Per Ceat. 

Per Cent. 

Per Cent. 

Per Cent. 

Per Cent 

'l ilaniuiii • 


Ti 

10.28 

At - '7 

35-64 

37-79 

22.21 

231025 

Carbon • 


c 

0.28 

0-59 

0.75 

746 

0.80 

Nil : 

Phosphorus 


p 

0.09 

0.06 

0 06 

0.05 

trace 

0.05 < 

Sulphur - 


S 

o.ot 

0.01 


0.08 

(race 

0.01 1 

Aluminium 


Al 


... 


o.So 

7-27 

5-0 ; 

j Silicon - 


Si 




1. 41 

0.92 

[.0 


I, 2. 3. A. J. Kossi, Mineral Industry^ 1900, 9, 720. 

4. Product of Titanium Alloy Manufacturing Co., made un« 1 er U.S. Paieni, 1,039,672, J9!2. 

5. Product of Titanium .Alloy .Manufacturing (,'0., made under U.S. Patenl, 648,439, 1900. 

6. M.ade by Goklschmifk proces.s. 


Another form in which titanium is employed to a limited extent in the steul 
industry is that of titanium “Thermit.” 'I'his consists of an intimate mixture of 
titanic oxide and metallic aluminium, which, when added trj the molten steel, 
reacts to give metallic titanium. 

Ferro-titanium has been largely used in the Uniti.-d .States, particularly diirin,; 
the last few years, in the final treatment of steel. Its efficiency as a purifying 
agent is .stated to be due largely to tlie great affinity which titanium has for nitrogen 
and oxygen at temjrcratures .above 800“ C. Nitrogen in steel, according to the 
observations of various workers, tends to c.iuse brittleness and segregation of 
sulphur and phosplit,rus in the finished prialuct. fhe titanium is not added to 
the steel in order to give the latter new pro|K.'rties, as are many other metals, sin li 
as tungsten, molybdenum, nickel, tantalum, chromium, etc., hut only as a eleanser, 
and in the finished steel practically no titanium remains. The alloy which fiinls 
most fre(|uent use for this pur|Hise is one containing from 15-18 per cent, of 
titanium ; alloys containing much larger |)ercenlagcs of titanium ate ditficult to use 
owing to their high melting [loint. 'l lie amount of the alloy to be added to e;u h 
ton of steel as it runs into the ladle after recarburisalion varies largely with the 
nature of the final product. When treating low carbon steels, such as those used 
for wire or plate, from 2-4 lbs. of ferro-carlmn titanium is used per ton of steel, 
whilst for rail steel about 15 or 20 lbs. is used. Krom 4-8 lbs. of the alloy is 
added to each ton of steel castings, whilst 8-10 lbs. is used for axle steels. 

This treatment has been applied with considerable advantage to Bessemer, 
open hearth, crucible, and even electric steel. It has also been applied w8i 
equally satisfactory results to ca.st iron. , 

The gradually widening use of these alloys in steel manufacture is demonstrate 
by the fact that in 1912, in the United States of America alone, over 550,000 tons 
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of titanium-treated steel was produced, whereas the quantity so treated in 1910 and 
191 1 was 326,300 and 410,600 tons respectively. These quantities are exclusive 
of cast iron so treated. 

Articles dealing with the propertks and advantages claimed for titanium- 
treated steel will be found in articles by R. Moldenke, Trans. Amer. Foundrymen's 
Assoc., 1908, 17, 57 ; W. Venator, Slab! und Eisen, 1910, 30, 650 ; Journ. Indust, 
and Eng. Chem., 1910, 2, 299. 

Alloys of titanium with the non-ferrous ' metals have been employed in small 
quantity in the past. 

An alloy of copper and titanium comaining 5-12 per cent, of the latier constiiuent has 
been tiled for improving copper casting-s. The addition of 1.2 per cent, of this alloy to the 
molten copper is said to be of great adv.intage, as the metal can Ihen be cast in sand without 
difficulty. The alloy also eliminates oxides and absorlicd gases, and gives the casting a close 
dense structure free from blowholes. The inRuence of titanium on copper and its alloys is 
.iiscussed by K. O. Bensel {Mc/at und Erz, 1914, ii, 10 and 46). The addition of titanium to 
aluminium to the extent of about 2 per cent, is said to greatly increase the totiohness and resiliency 
of the metal, but the product is stated 10 be of somewhat doubtful durability. ° 

Silico-titanium is prepared for use in the steel industry, when it is desirable to add silicon as 
well as titanium, by smelting a mixture of rutile, cariion, and silver sand in an electric arc 
furnace (Jonrn. Soc. Chem. hid., 1910, 29, 636 : French Patent, 407,858, I3lh October 1909). 

Alloys can be made in this way containing 20-75 per cent, of silicon and 5-70 per cent, iron 
(see also United States Patent, 1,010,526). 

Metallic titanium, other than in the form of its ferro alloys, has, so far, been 
put to but few uses. Tito metal, which has a specific gravity of about 4.8 and 
a silver-white colour, is hard and brittle when cold, but can be readily forged when 
red hot. Its observed melting point varies with different experimenters, but is 
probably between i.ygs" and 1,810° C. When heated to 600° C. in oxygen it 
readily burns to the oxide TiO.,, as it also does in nitrogen at 800’ C., yielding in 
the latter case several nitrides having the formula; Ti^N, TiN, Ti,,N,, etc. 

Thus property has lieen suggested as a means of fixation of atmospheric nitrogen, as the 
nitrides are staled to yield ammonia on treatment with steam or acids (French Patent, 387,002, 
19081 English Patent, 1,842, tpoS; United .Slates Palents, 957.842-3). 

Titanium has also been suggested as a constituent for iion-cerinm metal 
pyrophoric alloys. A suitable mixture, .according to French Patent, 419,388, 
1910, contains over to per cent, of both manganese and antimony, chromium not 
exceeding 20 per cent., and titanium not exceeding 15 per cent. 

In the textile industry titanous chloride, TiCI^, ami titanous sulphate, 
Tij(SOj.j, are gradually finding an extensive use owing to their great power as acid- 
reducing agents. 

Titanous chloride can be pte|>.ired ity v.arions processes, amongst wliich may be mentioned 
tluu of II. .Spence (Frencli Patent, 324.835, 2902), which consisis in electiolytically reducing 
a hydrochloric acid solution of titanium hydrate in the catliiMle compartment of a divided cell. 
The anode employed consists of carlton plates in dilute hydrochloric acid and the caihode of 
lead plates. 

In the dyeing of cotton goods with direct colours it sometimes happens that 
too deep a shade is obtained, or llie colour is uneven, and it then becomes 
necessary to remove (“.strip”) it and re-dye the goods, 'I'liis “stripping ’ can 
he performed, iir a few minutes, by immersing the fabric in a solution containing 
an amount of titanous sulphate varying from 1-5 per cent, of the weight of 
material to be treated. 

f.ertain dyes, such as priniulinc yellow, ihiollavine S, cannot be stripped iiy this means, whilst 
lie aciKin is rather slow in the case of paranitraniline red and napluhylamine claret. 

Titanous chloride and sulphate, which often come on to the market in the form of 20 per cent, 
so iilions, are also used for clearing the whiles of coloured gorxis when the colour has a tendency to 
,( ^^,*1 into the while. They find a similar use in laundry work for clearing articles that have 

run during wasiiing, and are also employed to remove iron mould stains. 

Potassium titanium oxalate is now used for the mordanting and dyeing 

leather. Titanium salts unite with the tannin matter of leather to give a yellow 
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to brown titanium tannate, which is fast to light and soap (see J. Hurst, Jmrn, 
Soc. Dyers, 1903, IQ, 105). 

Basic sodium-titanium sulphate has been patented by M. C. Lamb for use 
in tanning (French Patent, 327,945, of 1902). 

Titanium lactates have recently been employed as mordants and “ strikers ” 
in the leather industry under the name of “ Corichrome.” 

A recent account of the uses to which the compounds have been put is given in Leather Traded 
Review, 1913, 46, l8j and 266. The nse and manufacture of these compounds is covered by 
English Patents, 22,629, 1901 1 23,188, 1901 1 14,921, 1902; 27,597, 1902: German Patents, 126,598, 
1900 ; 136,009, 149.577 ; French Patent, 327,528, 1902. The solutions are prepared, according to 
English Patent, 22,629, igoi , by acting on freshly precipitated titanium hydroxide with lactic acii! 
and an alltali, or if an excess of lactic acid is undesirable, the solution of titanium hydroxide in 
hydrochloric, sulphuric, or oxalic acid is acted upon by a lactate of a base which does not form an 
insoluble salt with the acid in which the titanium hydroxide is dissolved. 

Various titanium salts have been employed as mordants for animal fibre (wool, 
etc.). Amongst these may be mentioned a solution of titanium tetrachloride 
(TiClj) and cream of tartar. 

A discussion of the advantages of titanium salts as mordants and their preparation will lie 
found in papers by J. I3.arne5,yu«r-/j. Chem. tnd., 1896, 15.4201 tSg^, l8, 15. Their use lor 
fixity colours on vegetable fibre is described in English Patent, 8,589, 1898. 

General articles dealing with the use of titantunr sails in dyeing will be found F. Erban, 
Chem. Zeit., 1906, 30, 145; C. Dreher, Textile Cdeunst, 1903, 25, 4. 

Pigments.— Titanium compounds have been employed for this purpose to a 
limited extent. A method of producing pigments from titaiiiferous iron ore has 
been p,atented (French Patent, 412,563, 12th February 191c). The process consists 
in ro.asting titaniferous iron ore so as to obtain a uniform product free from con- 
cretions, and then crushing in w.ater. The colour of the pigment can be made 
to vary from yellow to red according to the conditions of roasting. 

The light yellow pigments, stated to be suitable for use in rust-preventing 
paints, can be made by heating titaniferous iron ore with sulphuric acid and 
subsequently heating the mass to a temperature sufficient to decompose the 
sulphates (English Patent, 10,368, iptt). 

Fintly ground ruiile is .somtiimei employed in the ceramic industry to give a soft yt-lluw 
underglaze colour lo porcelain ware. Titanic oxide is also eniployed for timing artificial leeih. 
Recently, the addition of titanic oxide in quantity varying from 0.1-2. 0 per cent, has been found 
to improve fused quartz ware, which is sold under the name of “ T. siloxyed.” 

Illuminants. —Titanium carbide produced in the electric furnace is employed, 
to a small extent, in the United States, for the manufacture of electrodes for arc 
lamp lighting. These are jiroduced by mixing the finely ground carbide with a 
suitable binder, and shaping the paste by hydraulic pressure. The rods so pro- 
duced, after drying in a gas oven, are heated in a carbon tube electric furnace. Thu 
electrodes are next partly coated with copper to prevent oxidation during burning. 
The use of titanium carbide as electrodes has not found very extensive application, 
probably because the light is of a somewhat yellow character, and the operating 
costs are rather high (see also German Patent, 231,231, 1910). Another form ol 
flame arc electrode consitt.s chiefly of carbon, together with calcium titanate, an 
organic salt of titanium and a titanium halogen compound or alkali titano-fluoride 
(U.S. Patent, 1,112,458, 1914). See also Cerium Titanofluoride, p. 318 

According to English Patent, 18,220, of 1912, a luminous arc electrode can be 
made from a mixture consisting of 96 per cent, of titanium carbide, 3 per cent, of 
copper oxide, and i per cent, of lithium fluoride. The latter substance is stated 
to steady the flame without imparting any undesirable colour. Titanic oxide, 
together with calcium cyanamide, cryolite, and carbon, is a mixture suggested for 
electrodes in English' Patent, 11,792, of I9t2 (see also English Patents, 2,027, 
18,965, r909; 17,278, 1910; 710, 17.7*3. •9'>; 6,500, 1912). 

Titaflinm carbide was used for the production of incandescertt electric lamp filarnents for a 
short time, Irat is now displaced by the mote economical melallic lilamenis, tantalum and n"'P ® ’ 
q.v. Its initial efficiency was about 2.5 watts pec candle power (English Patent, 14,852, 1900) 
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The “magliehte arc lamp has its positive electrode composed of 1 mixture of maenetite and 
chromite, together with 15-25 pet cent, of rutile, or an equivalent amount of ilmenile This kmo 
can be operated only on a direct current circuit, the magnetite must act as the positive elect3 
This lamp, which has foupd favour m certam dmtricts in the United Slates, and is now beinir u ed in 
this country, is said to give a very uniform distribution of light in the horizontal plane FoT this u e 
the minerals must be very finely ground, and to attain this end they are first crushed between rolls 
and the final grinding is done m a ball mill. ’ 


Analysis of Titanium Minerals and Salts 

It is not possible in the space available to give an adequate account of the 
methods of analysis, but the following brief outline may prove of service. 

The mode of estimating the quantity of litaninm in a mineral varies largely with the amount 
and the nature of the other coaslituenis present. Thus, the presence of tantalum, niobium 
uranium, vanadium, or zirconium renders the gravimetric estimation of titanium a matter of 
considerable difficulty. A method suitable for the estimation of titanium in the presence of the 
first two elements has been descrilicd hy the author in the Min. Mag. ,1912, 16. 224. 

In the absence of vanadium and large quantities of iron, titanium can lie estimated colori- 
metrically hy the following process :—Alioot 0.5-I.0 g. of the finely ground mineral is fused 
at a low temperature, for about half an hour, with ten times its weight of potassium bisulphate! 
After being allowed to cool, the melt is crushed and extracted with about 200 c.c. of cold 5 per 
cent, sulphuric acid, to which has been added 10 c.c. of “ 10 volume"’ slrength hydrogen peroxide, 
When the extraction is complete, the solution is filtered, the filtrate made up to 500 c.c.fand the 
titanium in it estimated by the A. Weller colorimetric method {f)ey., 18S2, 15, 2593), This 
consists in matching the colour of the solution against that produced when hydrogen peroxide is 
added to a standard solution of a titanium salt. The accuracy of the estimation is seriously 
affected by the presence of fluorides, and to a less degree hy potassium sulphate and iron salts. A 
full account of this method is given by W. F. Ilillehtand in "The Analysis of Carbonate and 
Silicate Rocks,” Ihtll. 422, United StaUs Geol. .SV/r., pp. 128-34. 

This method is accurate (or minerals containing up to 10 per cent, of titanic oxide, but if used 
for estimating larger amounts It is not reliable, owing to the difficulty of matching the colours 
p oducei by strong solutions, or the error introduced by the large dilutions necessary if weak 
.solutions are employed. 

In the absence of compounds such as salts of niobium, vanadium, or uranium, which, in the 
reduced state, are oxidised hy ferric salts, tuanium can Ire estimated by reducing it to the 
titanous condition by me.ins of zinc in acid solution, and then titrating with a solution of ferric 
alum, in an inert atmosphere, using ammonium thiocyanate as indicator. The reaction proceeds 
in accordance with the er^uaiion— 

Ti.(SO*), + FColSOjj ^ 2Ti(SOd, + 2KeSO,. 

Tnis method is of value, as it permits of the rapid and accurate estimation of titanium in the 
presence of iron compounds. The reduced solution can also be titrated with a standard solution 
of p^tafsium permanganate, but, in this case, allowance must be made for any iron present. 

For a full account of the processes available for the estimation of titanium and its separation 
irom other elements see “ Die Analyse der Selienen Erden und dcr Erd.^auren,” by R. f. Meyer 
and 0 . Hauser (Stuttgart, 1912)* Methods of analysis of ferro-lilanium are given in “The 
t.hemical Analysis of Special .Steels,” by C. M. Johnson (London, 1909). 

Acknowledgements.— The author is indebted to the Titanium Alloy Manufacturing Co., of 
i '“^Sara halls, U.S.A., for information concerning the use ami manufacture of ferro-titanium ; 
to Messrs Peter Spence & Sons Ltd. , of Manchester, for details of the use of titanium salts in 
li e textile industry ; and to the British Thomson Houston Company Ltd. , of Rugby, for iiifor- 
nuiion relating to the “Magnetite” arc lamp. Statistics of the production and value of rutile 
concentrates in the United States were kindly supplied by the American Rutile Company, of 
Koseland, Nelson County, Virginia, U.S.A. 
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ZIRCONIUM 


By Sydney J. Johnstone, B.Sc. (Ix)nd,) 
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Zirconium Iiulongs to tlic same group in the periodic system as thorium, cerium, 
and titanium, but, at the present time, its commercial utility in nowise approaches 
that of any of tliese. 

The oxide, zirconia, was first is«>laied in 1789 by Klaproilt, from Ceylon zircon, but the metal 
was not produced until 1824, wlien Ber/elius obtained it by reducing the double lluonde of potassium 
and zlrcuniuin with metallic polas.'^ium. 


Natural Occurrence 

Zirconium docs not occur in the. metallic form in nature, but the ortho-silicate, 
zircon, is of fairly common occurrence in certain localities, and large deposits of 
the oxide, baddeleyite, have been located in Hra/.il. 

Zircon is a silicate of zirconium, and, when pure, contains 66.2 per cent, of 
drennia (ZrO.,) and 33. S per cent, of silica; impure forms also contain small 
(luantities of iron oxide and combined water. It is found as a brown opaque 
mineral having a conchoidal fracture and an adamantine lustre. Zircon is some- 
times found in clear forms which may be colotirless, yellow, or red, and these are 
used as gemstones under the name of hyacinth (see p. 334^- f specific gravity of 
ordinary zircon is about 4.7. 

Baddeleyite was formerly a mineral of somewhat rare occurrence, but, during 
the last few years, fairly large ([uantities have been found in the gravels of the Sierra 
00 Caldas of Minas Geraes, According to E. Wedekind, the mineral is available 
m three forms — (r) black glassy pieces j (2) broken stony fragments; (3) pebbles. 

oalyses of these three varieties are given in Table XIII. Ihe commercial 
product is a mixture of all three forms, and has the composition shown in column 
by crushing and sieving, the glassy variety can be freed from much of its 
^ron oxide, which occurs in cavities in the mineral. 
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The percentage composition of the more important zirconium minerals is given 
in the following table : — 

Table XIII. 



Zircon. 


Baddeleyite. 



Ceylon. 

2. 

Norway. 

3 - * 

Brazil. 
Glassy 
Variety. 

4 - 

Brazil. 

Stony 

Variety. 

5 - 

Brazil. 

Pebbles. 

6. 

Brazil. 

Commercial 

Variety. 

7 - 

Ceylon. 


Per Cent. 

Per Cent. 

Per Cent. 

Per Cent. 

Per Cent. 

Per Cent. 


Zirconia, Zr(J.» • 

66.35 

64.05 

94.12 

88. 40 

74.48 

68.93 

98.90 

Ferric oxide, Fe^O;, - 

0.83 

2.85 

3-22 

4.07 

10.26 

3-59 

0.82 

Titanic oxide, TiO.> - 


... 

0.98 

3.12 

I- 3 S 

0.60 


Lime, CaO 







0.06 

Silica, SiO.> 

, 12-35 

32 - ,53 

2.41 

5-89 

14.08 

26.30 

0.19 

Water, H.p • 

0.23 





0. So 

0. 28 


. I. “ Rep. Mineral Survey Ceylon/’ Col. Rep. Misc. Series, Cd. No- 3,762, p. 60. 

2. E. S. Dana, “ Descriptive .Mineralogy” (London, 1906}, p. 485. 

3 to 6. E. Wedekind, Ber., 1910, 43, 290. 

7, G. S. Blake, Min, 1907, 14, 383. 

Preparation of the Mineral before Use— The commercial variety nf 
baddeleyite, having the composition shown above, usually contains too much iron 
and silica to be used without previous treatment. The method of purification 
suggested by E. Wedekind consists in boiling the pulverised mineral in strong 
hydrochloric or sulphuric acid, which removes most of the iron and titanic oxides. 
When necessary, the silica is removed by treating the mineral with hydrofluoric 
and sulphuric acids, followed by ignition. This treatment is usually sufficient for 
most technical purposes. 

If the pme oxide of zirconium is required, the method of I,. Weiss, which is 
often technically employed, can be used. This process, which is suitable 
for treating either zircon or baddeleyite, is .as follows : 50 kg. of baddeleyite 
or 70 kg. of zircon is intimately mixed with 150 kg. of sodium carbonate and 
250 kg. of borax. The whole mixture is placed in a special cast-iron vessel, and 
heated in a reverberatory furnace. The melt is stirred frequently until decom|)osi- 
tion is complete, and, after cooling, is finely ground .and lixiviated with water. The 
insoluble matter, which contains the iron, titanium, and some sodium zirconate, is 
removed by filtration, and is reserved for further treatment. The solution, which 
has a specific gravity of about [.16, is concentrated by the aid of steam in an iron 
boiler, until it has a specific gravity of 1.321.^6, when it is allowed to cool .mil 
crystallise, with occasional agitation. The crystals obtained are sufficiently pure 10 
be used without furlher treatment. The mother liquor is used for lixiviating further 
fusions, and the silica which accumulates is removed from time to lime by passing 
carbon dioxide into the solution. 

Another methorl, devised by R. Bayer (ZeiVs. angew. Chetn.t 1910, 23, 485), consists in 
heating one part of the ground mineral with 2.5 parts of barium carbonate in a graphite crucible, 
which is placed in a wind furnace and the temperature maintained at about 1,400® C. for two fu'urs 
After cooling, the melt, which contains barium zirconate, is extracted with hydrochloric acid anil 
the solution evaporated to dryness to precipitate silica. The residue is taken up in acid and let 
crystallise until first barium chloride, and later xtrermium oxychloride, separate out. Thi,s latter 
substance is dissolved in water and the zirconium precipitated by ammonia. 

Industrial Utilisation of Zirconium and its Salts 

Up to within a few years ago, little use was found for zirconium compounds. 
One reason against the development of their industrial employment was that the 
only commercial source of fairly pure zirconia was the mineral zircon, and the 
high cost of preparing the oxide from this material rendered its use impossm e. 
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The already mentioned discovery of large quantities of zirconium oxide in Brazil 
gave an impetus to the further investigation of the refractory properties of the 
material, and the greater proportion of the zirconia now utilised is obtained from 
this source. 

Refracto^ •Materials.-Pure fu.sed zirconia (ZrO.,) has a very low coefficient 
of expansion (linear = .00000084), and is, therefore, of service for the production of 
vessels of a refractory nature which are to be subjected to large or sudden chances 
of temperature. Vessels made of this substance can be plunged whilst white Lt 
into cold water without risk of fracture. Owing to the high melting point of 
zirconia, considerable difficulty is experienced in making it into vessels and most 
of the published processes include the use of some binding agent, often an alkali 
to assist in fritting the mixture. process de.scribed by L. Weiss (sec above) for 
the manufacture of refractory crucibles consists in the use of a mixture of go parts 
of zirconia, 10 parts of magnesia, togeiher with 10 per cent, of phosphoric acid as 
a binding agent. The ware, after firing in the electric furnace at a suitable tempera- 
ture, IS slated to be very resistant and practically unaffected either by molten alkali 
or potassium bisulphate. 

Zirconia would appear to be very suitable for use a.s a furnace lining, owing to 
its resistance to the corrosive action of steel, copper, red brass, etc, Experiments 
have shown that the maintenance cost of a SiemensMartin steel furnace, lined with 
crude zirconia, was only one-half of that entailed when linings of other refractory 
substances were used. \Vater-free tar may be used as a binding material. 

Another process described by R. Bayer consist.s in making an intimate mixture 
of gelatinous zirconium hydroxide and raw zirconia (purified, as previously 
de.scribed, by crushing and treating with hydrochloric acid), together with the 
addition of a small (juantity of starch paste as a binding agent. After being 
moulded to the desired shape, the crucibles are air-dried for several days, and 
then, after drying at 100” C., they are heated in an electric resistance furnace cif the 
Hempel type to a temperature of 2,ooo°-2,50o’ C. 

Metallic Zirconium. — There are seveial practical difficulties associated with 
the production of this metal, as it combines readily with oxvgen, nitrogen, carbon, 
silicon, etc., and therefore cannot Ire produced by reducing the oxide with carbon 
in the electric furnace, as this reaction yicld.s the carbide. The difficulty in 
reducing the oxide, and the readily oxidisablc nature and high melting point of 
the finely divided metal, make its production an expensive matter. It has been 
prepared by reducing iiotassium zirconium fluoride with metallic sodium in an 
iron cylinder, using a layer of fused potassium chloride as protective cover. 

According to a recent communication by E. Wedekind {Aumikn, 1913, 395, 
149), un.satisfactory results are obtained by reducing the oxide with either metallic 
aluminium or magnesium, but a good yield of the metal is obtained by heating the 
oxide with metallic calcium shavings. The operation is carried out in an iron tube 
at a pressure of o. 1-0.5 n'™- of mercury. The product of the reaction is treated 
successively wilh water, acetic acid, dilute hydrochloric acid, and water until free 
roiri calcium, and is then washed with acetone and dried in ihkuo at 300° C. All 
ese operations must be carried out in the absence of air. 

r ure zirconium melts at about 1,300' C, and ha.s a specific gravity of about 
• 4 ; It 15 not attacked by sulphuric or nitric acids, but is dissolved in the cold by 
nydrofluoric acid or aqua regia. 

a found for metallic zirconium, but it has been tried as 

iment for incaridescent electric lamps {Zei/s. angati. CHem., 1910, 23, 2065). 

^fl’oZirconium is used, to a limited extent, in steel manufacture for 
oving nitrogen and oxides from the finished product, an alloy containing 20 
zirconium being added in amount equal to about i per cent, of the 
b of steel treated (see English Patent, No. 29,376, 1910). 

utiiife*r°°*k Ware. — Recently small quantities of zirconia have been 

the manufacture of a variety of quartz ware termed "Siloxide” (French 
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Patent, No. 432,786, 1911). It is claimed that the addition of a small (juantity 
of zirconia makes the ware more resistant towards the action of metallic oxides, 
particularly alkalis, and decreiises its tendency towards devitriRcation on heatiny. 
The tensile strength is also said to be materially increased. 

According to a recent paper by F. Thomas (Ciem. Zeit., 1912, 36, 25), the best resistance to 
devitrification is obtained with ware containing 0.5 per cent, of zirconia, and the best tensile 
Strength with samples containing i per cent. 

Zirconium Carbide has a metallic appearance, and is sufficiently hard to 
scratch quartz, but not ruby. It has been suggested as an agent for cutting glass 
and also for abrasive [lurposes. 

It can be produced by healing zirconia with carhon in the electric furnace (H. Moissan ani! 
Lenofcld, Comptts miii., 1S96, 122, 651), or by similarly healing zircon with calcium cathonatc 
and carbon, and then extracting the mass with dilute hydrochloric acid, .V current of about 600 
am[5eres is staled to be necessary (E. Wedekind, Ac/-., 1902, 35, 3929 ; L/u-m. Zcit., 1907, 36, 654), 

Pigments. — I'he use of various zirconium compounds as white pigments hits 
been patented by 1 .. Weiss ((ierman Patent, No. 235,495, 1910). .Amongst those 
compounds mentioned as being suitable are the o.xide, silicate, basic carbonate, 
phosphate, and basic sulphite. All these comitounds have a good ])ermaneiit 
white colour and covering (xrwer, and are non-poi.sonous. All are unaffected in 
colour by sulphuretted hydrogen, and nii.x well with the usual paint vehicles. 

Illuminants.— Zirconia formed an imjiortant constituent of the glower of the 
Nernst lamp (see English Patents, 19,424 and 23,470, of 1897). Rods of zirconia 
form the incandescent substance of the Bleriot lamp (German Patent, 174,313, 
1906). 

The use of zirconium carbide as a fdament for incandescent electric lamps has Irccn ivilcnlcd 
(f.etman Patents, Nos. 133,701 and 148,257), hut has not, so far, ], roved entirely .satisficicry. 
According to Knglisli Patent, 5,412, of 1908, filaments may made by nii.xing zitamiuin oxalate 
with a binder and sufiicient carbon to reduce the o.valate. The u.se of zirconiuin nitrate, in place 
of thorium nitrate, for the manufaelutc of incandescent gas mantles has la-en |ratented.^ but llic 
invention has not l^cn a commercial success (English Patents, Nos. 1,681 and 4,000, of 1896). 

Other Uses. — Basic zirconium acetate, or a mixture cf soluble zirconiuin salts 
with sodium phosjrhate, has been ixuciited for weighting silk (German I’tileiiti 
No, 232,875). It has also been suggested that zirconia might replace some of the 
stannic oxide in enamels. 

“ Kontrastin ” is the name under which pure zirconia is sold fur the purpube 
of defining the intestines for X-ray i)hotogra[ihs. 

As gemstones, certain clear varieties of zircon have been utilised for niaiiy 
years under the names of hyacinth, jargon, and Matura diamond. 1 lie 
latter is produced by heating a brownish yellow variety of zircon and so 
causing decolorisation. For further details, sec “Precious Stones," by M. Ikwor 
(London, 1904). 

Comraercial Value of Zirconium Ores.— .-Vs thcic is only a very liiniicd ff""''''"', 
zirconium minerals, there is little |»s.sihilily of fintling a market for any hut those o' ''■' "s,. 
grade, and then only with difficulty. The prices at which the prmlucts made from the 
mineral can be purchased arc on a fairly delinile basis. According to recent information 
1913), the following grades arc offered for wale 


Table XIV. 


Grade Mark. 

Zirconia. 

(ZrOj.) 

Ferric Oxide. 
(FcjOa) 

Silica. 

(S1O2.) 

Price I'cr 
Metric Ton. 

- 

I’er C«nl. 

Ptr Cent. 

Per Cent. 

£■ 

3 ' 

33 

“Crude" - 

85 


... 

“.S" .... 

90 92 

1 


^ “ N " - 

90 92 

7 


50 

“NS” 

98 

o.ii 
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The demand for eircon is much smaller than for the Braiilian baddeleyite, and sales are 

correspondingly more difficult to negotiate. 

Production. —Statistics regarding the production of airconium minerals are somewhat difficult 
, • jg output, from most localiiits, is very interrupted. In 1911, Bratil produced 25 tons 
^alued at ;^ 7 > 4 i 7 ’ r[uantities are occasionally produced from the United States and 

Norway. 

Estimation of Zirconium in Minerals 


Zirconium is usually estimaicd gravimelrically as the dioxide (ZrOJ, which i.s precipitated 

from solutions of its salts, in a hydrated form, by excess of ami, loiiia. 

Practically all iirconiura minetaU have to be fused with about five times their weight of 
ssium liisulphale before they become soluble in acids. After fusion, the melt is leached with 
2 oer cent, solution of sulphuric acid, and the iosolulile residue separated by filtration, and again 
f Jed The acid filtrates ate (hen ireated with sulphuretted bydrt^en, any precipitate that may 
f is filtered of!', washed, and the filtrate, after removal of .sulpliureltcd tiydrogen, is nearly 
.'.uraliscd with ammonia in the c.lil, and excess of a saturated solution of sodium Ihiosulpliale 
" H a After standing for a few minutes, the solution is healed to boiling for one hour, let stand 
for twelve hours, filtered, and the iirccipitate well washed with boiling water. This precipitate, 
■hirh contains all the airconium, tantalum, niobium, thorium, and titanium, also traces of iron 
nd sliiminium is dissolved in hydrochloric acid, and the thorium removed from the solution as 
late (see n The oxalate filtrate contains the titanium and zirconnim, hm m order to 

rover these the mvalale must l« destroyed by evaporating the solution nearly to dryness with 
rcenirated nitric acid. The bases are then precipitated by means of sothum thiosulphate as 
before After fillralion and washing well with hot water, the precipitate is dissolved m con- 
cenwled hydrochloric acid, and after diluting the solution with water, the luanium and mcoinum 
r utecipiiated logeiher by excess of amraonia._ After bliraiion, and being wel washed with 
w-tcr the precipitate is ignited and weighed as ZtO»+TiOc. The titanium liiosuk m this pre- 
cipitate can he esiintaleJ coloiimetrically by the Weller method (sec p. 329), and the rirconia 

'’'^'MrhotU''for''lh'c'coniplctc analysis of commercial rerro-zirconiom have been dc-scnlied by \\ . 
Trauimiinn on.vni'' 19I', »». 62), and also by .M. Wundet and B. Jcaimeret (/fsrri. 

anal. C/icfii.i 19* 5 ®' 73 JJ' 
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tantalum and niobium 

By Syonky J. Johnstone, B.Sc. (Lond.) 
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Tantalum is one of those metals whose appearance in commerce, in a pure 
condition, is of comparatively recent date, and, owing to its peculiar properties, it 
seems likely that it will find a fairly wide range of utility. 

TaiUalic oxide (Ta-Pd was first isoialctl. in 1S02, by Ihtchett, from a niineml obtriined from 
Massachusetts, and the metal w.is pnMluced in an imimrc form by Berzelius in 1824, by healing 
potassium fluotantalalc with metallic |X)tassium. Although tantahim Mongs to the same group 
of elements as nitrogen, phosphorus, arsenic, antimony, bismuth, .ind vanadium, in its general 
prupertics it appears to have little in common with iliese elements. 


Natural Occurrence 

Tanlalum is found in nature only as the oxide (Ta.O,-i), and is usually associated 
with variable percentages of the oxides of niobium, iron, and manganese. It i.s an 
essential constituent of about forty minerals, but of these only tantalite is of com- 
mercial importance. 

Tantalite is the most ini|)ortant ore of tantalum, occurring usually as a black 
mineral having a specific gravity of 6. 5-7.3, and crystallising in the ortbo-rhombic 
system. When pure, its composition is represented by the formula heO, TsoOr^, but 
in most specimens some of llie tantalum is replaced by niobium (columbium), and 
some of the iron by manganese. 

Columbite is the most commonly occurring mineral containing tantalum. It 
often occurs associated with tantalite, being essentially a niobate of iron and 
manganese of the formula (Fc,Mn)ONb.Py crystallises in ortho-rhombic 

prisms whose specific gravity varies from 5. 3-6-5- It has been observed that 
an increa.se in the percenUige of tantalum in the mineral is accompitnied by 
a proportionate increase in its specific gravity, and this relationship has been 
^^'ggested as a means of roughly estimating the tantalum content of a mineral, 
art of the niobium in the mineral is often replaced by tantalum. 

Other minerals containing tantalum are fergusonite (niobate of yttrium and 
antalum), samarskite (niobates and tantalates of iron, calcium, yttrium, and 

VOL. 11.-28 
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cerium earths), yttro-tantalite (niobates and tantalates of yttrium, iron, cerium 
earths, and uranium), tapiolite (iron tantalate). At the present time, however, 
none of these are utilised as commercial sources of tantalum, as the demand for 
tantalum minerals is small, being more than met by the supply of tantalite, and 
none but the highest grade of this mineral finds a sale/ 


Geographical Distribution of Tantalum Ores 

The most important producing localities are the Greenbushes and Pilbara 
districts of Western Australia. The mineral also occurs in certain of the 
tin-bearing districts in the Northern Territory of South Australia. In the 
United States, tantalite ores occur, and have been worked near Branchville, 
Connecticut, and in the Black Hills of Dakota. As a general rule, American 
tantalite contains from to-40 per cent, of tantalic oxide, whilst the amount of 
this constituent present in the Australian mineral varies from 50-70 per cent. 

Tantalum minerals have also been found in certain localities in Finland, 
Sweden, Norway, Russia, France, Bavaria, Italy, the Federated Malay States, 
Nigeria, and Ceylon, but at present none of the.se occurrences are of commercial 
importance as producers. 


The composition of some typical tantalum ores is shown in the following tabic ; — 
Table XV. 




! Tantalite. 

■ . 

Colunibile, 

Ceylon. 

2. 

Samarskite. 

f'ergusonite. 


Formula. 

Miask. 

3 * 

India. 

4. 

Ytlerby. 

S- 

Ceylon. 

6 . 



P«r Cent. 

Per Cent. 

I’ei Cent. 

Per Cent. 

Per Cent- 

Per Cent, 

Tantalic oxide • 

Ta ,05 

76.34 

7.30 

1.36 

>3.64 

28. 50 

'■51 

Niobic s, • 

NKA 

7.54 

67.35 

47.47 

39.76 

29.66 

46.06 

Feroiis ,, 

FeO 

... 

9.22 

... 



043 

Ferric ,, 

Fe.A 

' 13*90 

2.05 

n.o2 

12,15 

0.76 


Vttrium earth oxides- 

V A. 



I 2 . 6 I 

15.80 

33*47 

41.22 

Cerium ,, 

(le.O." 'tc. 

... 


3.31 

0.67 


O.S2 

Uranium oxide ■ 

L'A 



1 1.60 

12.09 

2.24 

3-92 

Manganous • 

.MnO 

1.42 

10.30 

0.96 

0.42 



Lime 

CaO 


0.36 

0.73 

1.07 

4-49 

... 

Magnesia - 

MgO 



0. >4 

0.07 


2.4S 

Thoria 

ThO., 



6.05 

0.09 


Titanium dioxide 

Tio; 


2.90 


j 1.70 


0,07 

Stannic oxide - 

.SnO, 

0.70 


0.50 

1 0.04 



Lead ,, 

l‘b0‘ 



t 0.68 



Tungstic ,, 

WOj 



1.36 

1 - 


... 

/Circonia 

Zrf)^ 



4.35 




Water 

HjO 

1 


1 ... 


__ 


I, 3, anrl 5. Mineral InduUry, 1908, 17, 800. 2. Col. Kcp. Misc. Ser., Cd. 3,190, p. jo 
4. Bull. Imp. Insl.^ 1913, 10, 483, 6. Col. Kvp. Misc. Set., Ctl. 3,190, p. 37. 


The production of lantalum ore is small and variable. Duiing 1909, ore valued at /ijr" was 
rai.sed in .Australia, but no production was rccorderl for tpIO, t 9 Il, 1912, or 1913. 

Commercial Value of Tantalum Ores — The demand for these ores ;u tlw 
present time is very small, and consumers are reported to hold stocks sufficient for 
.several years. The price of tantalum minerals has varied, during the past few 
years, between 3^3. los. and £\. los. per unit of tantalic oxide (TajOj). 
often stipulate that ore shall contain over 65 per cent, of tantalic oxide, the mobic 
oxide must not exceed 3 per cent., and that chromium is to be absent. 


Manufacture of Metallic Tantalum — This may be roughly divultd mto 
two operations — (i) The separation of the tantalum from the other subsl.inces 
with which it is associated in the ore, and the preparation of a ^It of 
(a) The electrolysis of a pure salt of lantalum under such conditions as will )'S 
the metal in a fairly pure form. 
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Tantalum minerals are not readily attacked by the common acids, except 
perhaps strong hydrofluoric acid, and in order to decompose the mineral it is 
necessary to heat it for some considerable time with a suitable flux, such as caustic 
soda or potassium bisulphate. The usual process employed is to fuse the finely 
ground mineral in an iron crucible, with about three times its weight of potassium 
bisulphate, and after cooling, to treat the melt with water. By this means most of the 
oxides, other than those of tantalum, niobium, silicon, and tungsten, pass into solution. 
The insoluble matter, after being well washed, is digested with ammonium sulphide, 
so as to remove compound.s of tin and tungsten, boiled with dilute hydrochloric 
icid to remove iron sulphide, and again well washed. The precipitate is next 
dissolved in hydrofluoric acid and boiled, so as to remove the silica as the volatile 
silicon telrafluoride (SiF^). To the solution is next added an amount of pofassium 
hydrogen fluoride (KHF) slightly greater than is required to form the double salis, 
potassium fluotantalate (K,,TaF,)and potassium fluoxy-niobate(2KF, NhOFj + H.p). 
The solution is evjporated until, on cooling, it deposits the tantalum salt in the 
form of rhombic needles which arc almost free from the more soluble niobium 
compound. 

This separation, which was first introrioced hy C. Marignac {Am. Chm. rkys., 1866, 8, 
is based upon the fact that, at ordinary temperatures, one part of potassium lluolantaiate is 
soluiile in atwut 150 parts of water, whilst the niobium salt, under similar comlilions, is soluble in 
I2.IJ parts of water. Fot a discussion of the ptoperlies of potassium fluotantalate, see R. D. 
Hall {/cum. Af/iet. Chert!. Sac., I 904 » 26, 1235). 

The method first used for the production of metallic tantalum is that ascribed 
to Berzelius and Rose. In this process, ;ts described hy W. von Bolton (Zeits. 
Ekktrochem., 1905, II, 45 and 722), potassium fluotantalate is put into a crucible 
interspersed with layers of metallic sodium, and the reaction started by the 
application of heat. As soon as the interaction is complete, the mass is cooled 
and waslicd first witlt water, and finally with nitric acid. 

The process which has been u.sed recently on a technical scale for obtaining 
metallic tantalum is that devised by W. von Bolton, and covered by German 
Patents, 152,848, 152,878, and 155,548, of 1903. The method consists in 
electrolysing the potassium fluotantalate prepared as described above, and thus 
obtaining the tantalum in the form of a somewhat impure metallic powder, which 
is purified by being melted in vatuo between tantalum electrodes. By this means 
the impurities, which are more volatile than the metal, are volatilised. 

A process introduced by the British Thomson-Houston Co., somewhat similar 
to the above, is described in English Patent, 24,234, of ipofi. In this method the 
potassium fluotantalate is electrolysed in a refractory crucible made of magnesia 
Of tantalic oxide, using a cathode of pure Uintaluni and an anode of impure 
tantalum. 

.Another process for purifying the metallic tantalum powder is to compress it 
into blocks and heat the.se in a crucible of m.ignesia or thoria which is lined with 
metallic tantalum. The heating is amducted in vacuo liy means of an electric 
current, using a bar of tantalum as the cathode (English Patent, 21,766, of 1904). 

The process devised by G. C. Bouhard (French Patent, 377,9311 of 1907) 
consists in dissolving 100 g. of potassium tantalate in 3 litres of water, and adding 
sulphuric acid wintil no further precipitate forms. After being allowed to stand, 
the solution is filtered, and the precipitate washed and added to i litre of water 
heated from 7o‘-8o° C. To this solution is added a 20 per cent, solution of 
oxalic acid in quantity sufficient to dissolve the precipitate, and after neutralising 
the solution thus obtained with ammonia, sulphuric acid is added in quantity 
sufficient to make 3 per cent, of the total volume of liquid. 1 he acid solution 
ts now electrolysed between electrodes of carbon or platinum, using a current of 
2 volts and o.i-o.g ampere. When the deposited metal is 3-4 mm. thick it is 
temoved from the bath and drawn into filaments. 

"'ctallic UnMium cannot be prepared by reducing the oxide with excess of carbon, as, 
these conditions, a mixture of carbide and oxide Is obtained. A method employed at one 
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time by W. von Bolton was to moiiUI tantalic oxide with paralhn wax into rods» which, after 
calcining, were heated in vacuo by means of an alternating electric current {Zeits. angew. Ckem., 
1906, 1537). The rods of brittle metal thus produced were purified by melting in vacuo. 

In von Pirani’s process the great affinity which metallic tantalum has for 
hydrogen is utilised as a means of purifying the crude metal, 'rantalum will absorb 
about 740 times its own volume of hydrogen, with the production of a very brittle 
compound. After saturating the metal with hydrogen it is put into a vessel and 
made the positive pole of a circuit, whilst the negative pole consists of barytes. 
The metal is heated to redness, and then an electric current is passed which melts 
the metal and volatilises the occluded gases and impurities (see also French Patent, 
367,293, 1906). 

Properties of Metallic Tantalum.— In appearance the pure metal much 
resembles platinum, but its melting point is considerably higher, being, according 
to recent determinations, about 2,910° C. 'J'he specific gravity of the pure fused 
metal is about 16.6, whilst its specific heat is 0.0363. The siiecific resistance of 
a bar of the metal i ni. long and 1 sq. mm. in cross section is 0.146 ohm at 
20° C. Tantalum is characterised by its great ductility, combined with toughness, 
and it can be worked by the usual methods employed for other metals. 

When first prepared in quantity, the metal was stated to possess unusual 
hardne.ss (Zeils. Elektrochem., 1905, II, 503), but at a later date this was found 
to be incorrect, the hardness being due to the presence of small quantities of 
oxide. When this impurity is removed, the metal is found to be considerably 
softer and more ductile ; the normal hardness of pure tantalum being about equal 
to that of medium hard steel. Towards chemical action the metal is particularly 
resistant, being unattacked by solutions of caustic alkali and mixtures of the 
common acids. It is attacked, however, by hydrofluoric acid, molten alkali 
nitrates, .sulphur, and fused caustic alkali : the latter substance causing the metal 
to di.sintegrate into crystals. On heating in air, the surface of the metal turns 
blue at 400’ C., greyish black at 600” C., and at higher temperatures it becomes 
coated with a layer of o.xide and slowly burns. When heated in hydrogen, it forms 
brittle compounds ,of metallic appearance, but when heated in vao/o to a white 
heat by a continuous electric current the metal is little affected. 


Uses of Metallic Tantalum 


At the present time, tantalum is perhaps best known as a material used for 
making the filaments of certain incandescent electric lamps (see p. 356), but 
there are numerous other uses to which the metal may be put, and a few of 
these are here described. 

Tools. — The use of the metal for surfaces and points which will be subject 
to mechanical wear is covered by French Patent, 351,351, of 1905. Various 
methods have been introduced for producing tantalum of the requisite hardiie.ss 
for the production of cutting tools, etc. Amongst these is the addition of oxide 
(English Patent, 6,050, of 1908), treatment with oxygen, hydrogen, silicon, boron, 
aluminium, titanium, or tin (FTench Patent, 357,714, of 1905). For the pro- 
duction of hardened tantalum, according to English Patent, 6,051, 
powdered metal is mixed with i-io per cent, of silicon, the mijilure moulded 
under pressure, and melted in vamo between tantalum electrodes. From 5-1° 
per cent, of .silicon is recommended if the metal is to be used for tools, and 
2-3 per cent, for wire. 


Dental and Surgical Instruments.— For these purposes tantalum possesses 
many advantages, amongst which may be mentioned that it is non-rusting, can be 
sterilised in acids or in the flame at a moderate red heat, and the instruments 
can be repeatedly sharpened similarly to those made of steel. For 
purposes, tantalum tools arc surface hardened by a secret process, and hav 
a hardness about equal to that of agate (see also Brit, Med. Journ., 19th 3 ^’ 
and Dental Review, 1911, 25, 1210). 
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Chemical Apparatus.- For many chemical operations, tantalum can be 
used m place of platinum, and has the advantage of costing considerabriess 
but It must also be remembered that when no loneer fit for >,« ^ f ’ 

a market value not far short of that charged for new vessels, whilst it wouirsem 
probable that disused tantalum vessels would be of comparatively little valuT 
During .9.3, tantalum vessels were sold at as. 6d. per gram. There is no evidence 
that the metal is finding a wide use in the chemical industry. 

Pens-Thc elasticity and hardness which tantalum possesses wl.en rolled 
into a thin shee renders it particularly suitable for the manufacture of pens and 
it is stated that large quantities are now being made by a firm in Berlin Pens 
made of tantalum have the advantage over those made of steel in that they do 
not rust, and are not corroded by ink. . In order to reduce the wear on the 
point, 11 13 specially hardened, and will then wear at about the same rate as a 
good quality steel pen. 


Electrodes. -According to the investigations of 0. Brunck (Ckm. Zeit iqtr 
36, 1233) tantalum is particularly suitable as an electrode material as’ many 
metals such as silver, copper, zinc, nickel, platinum, and antimony can be deposited 
on a tantalum cathode, and can be dissolved off by acids or aqua-regia As 
tantalum docs not form an alloy with zinc at the surface of contact with the 
iKluid, It does not require to be coated with silver or copper before use (see 
also U. Oesierheld, '/Mts. Elektrodum., 1913, 19, 585). - 

Alloys.— Tantalum forms alloys witlt many metals such as iron, molybdenum 
and tungsten, but only tlie iron alloy is, at present, of any commercial importance 
Small (juantities of ferrotantalum have been prepared for use in the steel 
industry by the reduction of a mixture of tantalite and iron in ihe electric furnace 
but tlie alloy does not seem to be widely used (see L. Guillet, Compks nndl 

■907, 14s. 327)- 


Ituring April [914 fcrro-tanlalum sold in the Uniterl Kingdom for use in the steel industry at 
7,S. 6d. per lb. of tantalum contained. The alloy usually contains from 60-70 per cent, of tantalum. 

A recent account of Ihe uses of lanlalum in science and leclinology is given by A. R. Meyer in 
Dingier i Polytech. Jouni., 19IJ, 328, 292. ^ ^ 


NIOBIUM 

As mentioned on p. 337, this element. In Ihe form of its oxide, is almost in- 
variably associated with tantalum ores, but, at the present time, there appears to be 
no commercial use for the metal or its s.alts. 

It can be obtained in a metallic state by several processes, amongst which may be 
mentioned— (i) F.lectrolysis of potassium fluoxy-niobate in a manner similar to that 
employed in the production of tantalum (see p. 339). (2) By passing a mixture 
of the vapour of the tetrachloride and hydrogen through a red hot tube. {3) By 
the alumino thermic process, which yields a product containing about 3 per cent, of 
aluminium which can be removed by heating in vaaw. (4) By von Bolton’s 
9*^ mixing niobium pentoxide with paraffin wax, squirting into fine threads, 
and heating these in vacuo to a temperature of 1,900° C. (see p. 340). 

— Metallic niobium has a specific gravity of 12,7, and melts at 
'7950 C. It is considerably less malleable and ductile than tantalum, and when in 
c form of powder it rapidly oxidises in air, but the massive metal is more 
resistant, probably owing to a protective coating of oxide being formed. It is 
inso uble in most acids, and is not attacked by solutions of the alkalis, but fused 
m rates or alkalis readily attack the metal. 

Of Tantalum and Niobium in Minerals.— The complete 
Und''*f\' * ‘'Omplex tantalum mineral is often a long, tedious, and complicated 
impossible, in the space here available, to give full details of 
and ■ 9 but the following brief outline of a process for the separation 

estimation of tantalum and niobium may be of service. 
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About i g. of the finely ground tanlaliie is fused for several hours with about five limes its weight 
of potassium bisulphale, and after cooling, the melt is lixiviated with 5 per cent, sulphuric acid. 
The insoluble matter is separated by filuralion and again fused. The sulphuric acid solutions thus 
obtained are diluted to 200 c.c., and, after nearly neutralising with ammonia, saturated with 
sulphur dioxide and well boiled for about one hour. This causes the precipitation of any traces of 
niobium and tantalum which may have passed into solution. The precipitate, ic^ether with the 
insoluble residue previously obtained, will now contain ail ihe niobium, tantalum, silica, together 
with some of the tin, tungsten, and titanium. The moist precipitate is digested with ammonium 
sulphide in order to remove the tin and tungsten, and is then washed, transfeired to a pla'inimi 
basin, and dissolved in a few drops of hydrofluoric acid. After diluting the solution to about 20 c.c. 
it is txjiled in order to expel silica. If Ihe quantity of titanium present in the ore does not much 
exceed 5 per cent., then the niobium and tantalum in the hydrofluoiic acid solution can be separated 
and estimated by the Marignac process, but if titanium is present in large quantity Ihe separation is 
ineffective, and some other process must be adopted. The presence of titanium in tantalum ore also 
causes a large amount of the tantalic and niohic oxides to pass into solution after the fusion with 
potassium bisulphate, and special methods of analysis have to be adopted (see T. Crook and S. J. 
Johnstone, Min. - 1 /ty., 1912, l6, 244). Assuming that only a small cjuantity of titanium is present, 
then the tantalum and niobium are separated as lollows : — The solution in very dilute hydrofluoric 
acid is concentrated to about 20 c.c., heated to boiling, and to it is added a boiling solution contain 
ing about 0.7 g. of potassium fluoride. The solution is slowly evaporated to 10 c.c. and let cool 
slowly to about 15“ C. When thoroughly cold, the clear solution, which contains all the niobium 
and a small part of the tantalum, Isdcc-anted through a small filter into a small platinum dish. The 
residual mass, consisting of crystals of potassium fliio-tanlalale, is washe^l four times with a few c.r, 
of cold water, the washings being added to the main solution, which is evaporated to about 5 c.c. 
and let slowly cool. This solution is decanted and the crystals washed four times with a few c.c. of 
cold water, and then examined with a lens for flat plates of potassium fluoxy-niobale. If these are 
present they must be removed by further washing. Next evaporate the solution to dryness on the water 
bath, cool, add one drop of hydrofluoric acid and o.l g. of KF dissolved in l c.c. of water. Then 
run into the dish from 1*5 c.c. of water according to the proportion of niobium expected to be 
present, allowing I c.c. for each 7 per cent, of Nb^Oy Heal rapidly for a few seconds, imte 
the total bulk of solution, and set aside to cool for one hour. Filler the solution into a small 
platinum dish and wash the residue three or four times with a few drops of water, making note uf 
the approximate bulk of the washings. To the solution add 8 c.c. of strong sulphuric acid, evaporate 
to fuming, and maintain at this temperature for at leas! twenty minutes in order to remove the lai^l 
traces of hydrofluoric acid. 

After cooling, the solution is poured into 150 c.c. of cold water, ond the whole boiled for 
twenty minutes in order to completely precipitate the niobium. The solution i.s filtered and the 
precipitate well washed with boiling water, dried, ignited, and weighed. The whole of the 
niobium and a small proportion of the tantalum is contained in this precipitate ; the tantalum bein^^ 
allowed for on the following basis— 0.00365 g. Ta^Oj for each c.c of solution from which the final 
crystallisation look place, and 0.00091 g. Ta-^O^ for each c.c. of wash water in the final filtration. The 
remainder of the tantalum is recovered by dissolving the crystallised potassium fluo-tantalate in a 
few c.c. of water, adding about IOC.C. of concentrated sulphuric acid, ami evaporating to fuinm;:. 
\VTien cold, the acid solution is poured into about 200 c.c. of water, and the tantalum precipitated 
by the addition of ammonia. The precipitate is filtered, washed, ignited, and weighed as T-a.^y 

A convenient and rapid process for the volumetric estimation of niobium in a mixture of oxides 
of niobium and tantalum has been desciilied by F. D. Metier and C. E). Taylor {/.tits. 

Cfum., 1909,62, 382). The method depends on the fact that if succinic acid beaddetl to a bisulphale 
fusion of niobic and tantalic oxides, the solution can be diluted and healed without depositing 
insoluble compounds of the two elements. When this solution is treated with amalgamated /ine, 
the niobium is reduced and can be titrated with potassium i)ermanganate. About 0.5 
mixed oxides is fused with 5 g. of lotassium Insulphale, 10 c.c. of concentrated sulphuric acid 
added, and the heating continued until a clear solution is obtained. The solution is poured into 
a l^ker, the crucible rinsed out with 30 c.c. of suij^unc acid, and the whole allowed m c" 
Two g. of succinic acid are stirred into the liquid, followed by 20 c.c. of a saturated aqueous sohiiion 
of succinic acid, and lastly, 200 c.c. of water. The liquid is heated to 75“ C., and sent through a 
Jones zinc rcductor (previously warmed by running through it 200 c.c. of t per cent, su’phyfic 
acid at 75“ C), filled with 20 per cent, sulphuric acid also heated at 7 ? C. The niobium 
solution is followed, first by 50 c.c. of 20 per cent, sulphuric acid, and then by 200 c.c. of 5 
cent, sulphuric acid (berth at 75’ C). The brown reduced solution and washings are at once iitraie< 
with potassium permanganate in an atmosphere of carbon dioxide. Under these conditions, n u> uc 
oxide is reduced to an oxide approximatit^ to the formula NbgOi.ip;, whilst tantalic oxide is 
unaffected. , , I y 

The degree of amalgamation of the zinc in the reductor is important. It is bert preparcf 
shaking 600 g. of sieved zinc for several minutes with 250 c.c. of a solution conlainingo.5 g- ^ 
mercury dissolved in 25 c.c. of concentrated nitric acid. The amalgamated zinc is wasnci ‘ 
with water and then with dilute sulphuric add, and i.s stored under water. 

AciniowledMieiito.— Thanks are due lo Mestr* Siement Brothen 
information on tne recent utilisation of metallic tantalum, and to Metftft G. BlACkwell <K s ’ 
Liverpool, for supplying quotations for tantalum <^e and its ferro-alloy. 
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Tungsten, like several of the rarer elements, was little more than a scientific 
curiosity up to about fifteen years ago, but its employment first in the steel industry, 
and more recently in a ductile form for the manufacture of filaments for 
incandescent electric lamps, has led to the production of the metal in large 
(luaniities. 

Natural Occurrence 

Tungsten ores are usually found in veins in the older plutonic rocks, or in the 
alluvium resulting from the denudation of these, being present in many tin deposits, 
^he ores of commercial importance, at the present time, are wolframite, 
liiibnerite, scheelite, and feroerite. . 

Wolframite, or wolfram, is a tur^state of iron and manganese, having a specific 
gravity of 7.2-7.S, and varying in colour from dark greyish to brownish black. 

Hiibnerite may be described as a variety of wolframite in which most of the 
’ron has been replaced by manganese. It varies in colour from brownish to black, 
usually occurs in bladed form. 
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Scheelite, a tungstate of calcium, is a white mineral having a specific gravity 
of 5. 96. 1, and when pure contains 80.6 percent, of tungstic oxide ('V^Og). 

Ferberite is a black opaque mineral having a specific gravity of about 6.8, 
It consist.s essentially of iron tungstate. 

Other tungsten minerals of less importance are cuprotungstite, Stblzite 
(lead tungstate), tungstic ochre, etc. 

Analyses of some typical tungsten ore concentrates are given in the following 
table ; — 

Table XVT. 




t. 

2, 

3 - 

4- 


Formula. 

Wolframite, 

Scheehie. 

llubnerilc. 

Kcrberile. 



N.W. Spain. 

Zinnwald. 

Coli>rado. 

Nederland 



Per Cent. 

Per Cent. 

per Cent. 

Per Cenl, 

Tungstic oxide • 

wo, 

64.13 

77.84 

70.21 

63.S8 

Stannic oxide - 

SnO.. 

0.6S 




Ferrous oxide ■ 

Fe(^ 

10. S8 


2.03 

20.44 

Ferric oxide 

- l-'vAb 




O-.V^ 

Alumina 


5 . .12 


o.s6 

2. 19 

Manganous oxide 

MnO 

6.42 


21.72 

0.37 

Time- 

CaO 

1.21 

19. 48 

9-37 

0-3.5 

^tagnesia • 

• MgO 

3.16 



0.50 

NfnlvTidic oxide • 

■ .MoO- 


2.23 



Silica ... 

SiO. 

7-71 


4.91 

b-45 


I, j, 4. 0 . J. Sleinhart, Min. hid., 1908, 17, 8jO. 2. Trauljc,/^. Mtn., 1890, 7, 232. 


Geographical Distribution of Tungsten Ores 

The incre.a.se in the demand for tungsten ore during recent years has led to the 
development of deposits in many countries, and it is im|)os.sible in the spare 
available to give even a brief account of the more imijortant of these. At the 
present time the most important producing countries are the United States, 
India (Burma and Shan States), Queensland, New South Wales, Portugal, 
Argentina, and the United Kingdom. An account of the occurrenn s in thr 
United States will be found in the Mineral Resources of the United States., 1910, 
Part i., p. 744 (United States Gcul. Sur., Washington, 1911). For a description 
of the other occurrences the literature quoted at the beginning of this article should 
be consulted. 

Concentration of Ore.— Tungsten ore, which often occurs associated with 
numerous other minerals, is usually se[)arated from these and concentrated hy 
some process of wet dressing. 'I’his treatment results in the concentration of tin; 
tungsten ore, but the other heavy minerals present accumulate with it, and other 
means have to be adojtted to separate these from the ore, in order to ])ro(Jticea 
marketable product. As wolfram ores are usually slightly magnetic, this removal can 
often be accomplished by means of an electro magnetic separator (see Fig. 3, p- z'/’)- 

Owing to various cau-ses, such as the excessive production of slimes, the losses in dressmi; 
tungsten ore are usually high. 


Production of Tungfsten Ore 

The following table shows the produciion, in short tons (2,000 lbs.), of tungsten 
recent years. For purposes of comparison the outputs from the variou.? countries 
reduced to a basi-s of ore containing 60 per cent, of tungstic oxide, WOg {Min. 
Sfaies, 1912, Part i., p. 993). 
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Table XVII. 


Asia — 

India • . • 

Federated Malay Slates 
Japan - 
Auslralasia — 

New South Wales - 
Northern Territory 
Queensland • 

Victoria 
Tasmania 
New Zealand - 
Easi /udics 
Europe— 

Austria • 

United Kingdom • 
France • 

Germany 
Portugal 
Spain • 

Amerua — 

United Slates 
Argentina* • 

Bolivia ■ 

South Africa 


1 90S. 

1909. 

1910. 

1911. 

1912. 

8j 

7 

43 « 

iiiig 

2 > 09 S 

90 


205 

275 

220 

292 

275 

287 

215 

269 

431 

413 

512 

298 

40 

49 

78 


516 

679 

1. 45 

750 

944 

3 

>5 

31 

33 


5 

20 

75 

86 

"87 

87 

78 

1S7 

184 

25 

24 

33 


29 

44 

43 

54 

50 


261 

421 

307 

29S 

2i5 

124 

55 

33 



46 

106 

10.5 

'S 9 


684 

60(7 

U132 

1,078 

1,466 

249 

142 

169 

IC<) 

671 

1,619 

l,.S2I 

>.'39 

U 330 

548 

900 

826 

6S3 

702 

I.S7 

16$ 

232 

370 

547 

40 

16 




Commercial Value of Tungsten Minerals 

The price obtainable per lb. of tungstic o.'tide in the ore varies largely with the 
percentage of tungsten present. Thus, in the United .Stales, in 1912, the ores 
were sold on the following scale (only a few of the prices are quoted) 


Tungslic Oxide 

Price per 1 

in the Ore. 

tif WO;, 

1 ‘crCinl. 

d. 

10 14 

10 

35-39 

14 

50-54 1 

i6 

60 i 

19 


Manufacture of Metallic Tungsten and its Salts 

Although the processes employed for the production of metallic tungsten from 
the concentrated ore do not appear to be very complicated, great care is necessary, 
at every stage, in order to avoid heavy losses of valuable material. 

I'he present-day method lesually employed for the production of sodium 
tungstate from the ore is practically identical with the “ Oxland ” process which 
was patented in 1847. If bismuth is present, the ore is first roasted and then 
leached with hydrochloric acid. The dry finely powdered ore is heated in a 
reverberatory furnace with a quantity of sodium carbonate, equivalent to an excess 
of about :o per cent, over the amount required to combine with the tungstic 
O’ude in the ore to form sodium UinRState in accordance with the following 
equation— 

2 KeVVO, -f O + jNajCO, -- aNVVO, -t Ke.,0, -e 2CO., 

CaWO* + HaJtlOa = CaCOj + Na.AVOj. 
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About 10 per cent, of sodium nitrate is sometimes also added to the mixture. 
Whilst in the furnace, the mass is maintained at a red heat for about four hours, 
care being taken that it does not fuse, and only reaches a pasty condition. 
According to G. Erhard {Die Metallurgies 1912, 9, 441), who gives a good review 
of the processes available for smelting tungsten ore, it is advisable to let the 
pasty mass cool after this first heating, crush in a bail mill, and^gain sinter. The 
first heating converts about 70 per cent, of the tungsten into sodium tungstate, whilst 
the second sintering increases this amount to about 90 per cent. After the second 
heating, the pasty mass is removed from the furnace and leached with water in 
superimposed vats, so that the weak liquor from the final washing of one batch is 
used for the first leaching of the next. The solid residue from this treatment 
often contains cassiterite (tinstone), which, being of considerable value, is re- 
covered by treating the material on shaking tables of the Wilfiey type (see Fig, i, 
p. 295), or by other suitable means. 

The solution obtained as above can be (t) evaporated to dryness to give crude 
sodium tungstate, or (2) evaporated to crystallisation for the production of the 
pure salt. The chief impurities present in the crude sodium tungstate produced 
by evaporation to dryness are:— Sodium sulphate, sodium silicate and arsenate, 
whilst iron and manganese occur in smaller amounts. , When the pure salt is 
required, these impurities are removed by the following series of operations. Iron, 
manganese, and arsenic are precipitated by the addition of a small ([uantity of 
caustic soda, and the greater proportion of the sodium sulphate will crystallise out 
before the sodium tungstate. The silica passes to the mother liquor which remains 
after the crystallisation of the sodium tungstate, and may cause a considerable 
loss of tungsten, as it leads to the formation of soluble silico-tungstales. 'J'his loss 
is mitigated, to .some extent, by the fact that this silico-tungstatc can be obtained by 
further evaporation, and sold for fire proofing purposes. It is also possible to 
recover the tungsten, thus retained by the silica, by adding a calcium salt to the 
solution, and thus precipitating calcium tungstate. After recrystallising the sodium 
tungstate and thus obtaining a fairly pure product, it is dissolved in boiling water, 
and added to a boiling .solution of hydrochloric acid, which has been previously 
diluted with its own volume of water. This latter solution sometimes contains, 
in addition, about 6 per cent, of nitric acid. This treatment causes the tungsten 
to be precipitated in a granular form as hydrated tungstic oxide (“tungstic 
acid”) which is filtered off and well washed in filter presses. In the precipitation 
and washing considerable losses may occur owing to the formation of a soluble 
acid tungstate, and also of colloidal tungstic acid, which pass away in the wash 
waters. The extent of these losses is influenced by (1) the strength of the 
solutions of sodium tungstate and hydrochloric acid before mixing ; (2) the method 
of mixing, filtering, and washing. It is best to mix the solutions slowly, with constant 
agitation, at as high a temperature as [xjssible, and to wash rapidly with dilute acid. 

It is very essential that the tungstic acid should be washed free from sodium 
salts, for if this is not done the product, when dry, has a greenish tinge, and is 
supposed to be less suitable for the production of tungsten powder. Various other 
processes have been suggested for the production of sodium tungstate, amongst 
which may be mentioned that of Jean, which consists in heating the ore with 
calcium carbonate and sodium chloride, a process which is only applicable to pure 
wolframite. The Kempen Electro-Chemical Company heats sodium bisul^ate to 
fusion with mono-hydrated sulphuric acid, and then introduces the powdered mineral 
(German Patent, 149,556, of 1902). 

Preparation of Metallic Tungsten.— Metallic tungsten can be obtained 
from tungstic oxide by several processes, such as— (i) Reduction by means of 
hydrogen. (2) Heating with carbon in an electric furnace. (3) Heating with 
metallic zinc. (4) Conversion to the hexa-chloride and reduction in hydrogen. 
(5) Conversion to the nitride and heating. (6) Heating to redness a mixture 
of ammonium tungstate and metallic zinc. (7) Reduction with aluminium or 
magnesium. (8) Electrolysis of the double chloride of sodium and tungsten. 
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operation and to make the relZn go to control the 

is, therefore, the process more usnallu '°r' reduction with carbon 

oxide is mixed with* slightly less than^the ^fuirouanth tungstic 

reduction by means of carbon monoxide and the^m' 1' ''C‘f“"'cd for its 
process, as described by G. Erharrconsists 1 n mT " ^he 

oxide with 14 kilos of pure charccal fnetml *1"^ tungstic 

mixture is placed in a audWe Te I d firmlvT This 

at a temperature of 1,400 ’ C. for some time. ^ '"‘tintained 

unre^duced'^^tic'^^dd; irettrdledt^^o"'^ '"'u 

very finest particles of metal The material so *.^“6, together with the 

charge to be reduced. ^'="’“''^‘1 '•'* ""‘^cd with the next 

.wmewliat high, owing to thi n»X™of opcraiionfeach'of wWth ema l"^ “"‘'‘'1’“ '“r"®**'" 

(“ reluming charge |Kr ton of metal amounts to at«ur/& wThi“t' ■*/’ T’’® “f production 
of (ungslic oxide costs /loo a ton, the metal will cost aboff/3To .J ton. "’"‘”""’8 P" 

Ferro-Tungsten.— This alloy, which finds a wide use in the steel indtisirv 
can be prepared by severa methods snrh ae i,\ a- . , • ^ industry, 

» aS1SE'“F 

electric furnace by means of carbon. ^ direct reduction in the 

In the first process the concentrated ore is placed in a clav-lined cmriKlo 
“ suitable flux and the reducing agent, and the whL is heated in 
® When'^Hh'rf proportion of iron or steel scran. 

woliite^sZ 1 hlih^h is employed, 

illfflo n ’1 hubnerite, and ferliente are easily reduced, but scheelite is tnore 
fficult to treat, and gives thick pasty slags. The alloys produced by either of the 
above processes are decarburised by means of refining slags. ^ 

table ‘“"^sten powder and ferro-tungslen is shown in the following 

• ble. the powder being produced by the reduction of tungstic oxide by meanT of 
arbon, whilst the ferro-tungsten was obtained by reduction in the electric urnace 
(analyses quoted by 0 . J. Steinhart, Mm . hd., 1908, 17, 833). 

Tadlf. XVIII. 


’Tungsten 
' Iron 
Carbon 
■ Silicon « 

' ^anganese 
I Thosphorns 
i Sulphur 

' ■Aluminium 

; Copper 
^^“gnesium 


tuLl*i* time (April 1914) ferro-tungsten containing about 80 per cent. 

Utiited®ff;lj"“ “'■bo'' content of one per cent, is sold, in the 

•kingdom, at 2s. 9d. per lb. of tungsten contained. 



Formula. 

Tungsten Powder. 

Ferro*Tungsten. 


Per Cent. 

Per C ent. 

Per Cent. 

Per Cent. 

Per Cent. 

W 

97.02 

9S63 

85-15 

79.48 

71. So 

Fe 

C 

0.61 

0.32 

0-59 

0.12 

14.12 

0-45 

18. eo 

1.49 

24-35 

2.58 

Si 

Mn 

0.72 

0.32 

0.13 

0.16 

0.36 

0. 16 


0.085 

0.21 

0.078 

P 

Nil 


o.oi8 

0.017 

0.008 

S 

Nil 


0.021 

0.016 

0.02 

A1 

Cu 

0.47 

0.21 


0.001 

0.07 i 
0.008 : 

Mg 

0.32 







348 


INDUSTRIAL CHEMISTRY 


Ductile Tungsten — The advent of the tungsten metal filament lamp (see 
p. 357) led to a search for methods of producing the metal in a more ductile form 
than it had previously been obtained, and it was found that the pure metal, when 
submitted to repeated swaging and heating, loses its crystalline character and 
becomes ductile and fibrous. 

The master patent in this connection appears to be English Patent 23,499, 
of 1909, granted to the British Thomson-Houston Co., which is briefly a.s 
follows. By repeatedly working a heated body of coherent tungsten, the metal 
may be obtained in a form which is ductile both when hot and at ordinary 
temperatures; the consolidated rod being transformed by repeated rolling, 
hammering, swaging, or drawing, into a form which shows a conchoidal fracture and 
ultimately becomes very fibrous. This process is described in full on p. 359. 

For the production of ductile tungsten by the above method, it is necessary 
that metal of great purity should lie employed. According to O. Ruff (Ztiis. 
aiigrw. Chem., 1912,25, 1889), the metal must be entirely free from oxide; iron 
and nickel and non-metallic impurities, such as sulphur, phosphorus, etc., must 
be entirely absent. It should not contain more than about 0.1 per cent, of carbon. 
Before working, the metal should be sintered almost to the melting point in order 
to obtain it in as den,se a condition as possible. In order to get a pure metal, it 
is desirable to purify the trio.xide by reducing it to the dioxide, volatilising the 
latter as oxychloride, and treating this with hydrochloric acid. 'Pungsten dioxide 
(W'O.,) can be prepared by heating the trioxide to bright redness with one-fifth of 
it.s weight of glycerol or similar hydroxy compound (English Patent, 18,922, 1907). 
By this means silica and phosphoric acid are left behind in the non-volatile residue, 
wliilst arsenic and antimony pass into solution in the hydrochloric acid. The pure 
trioxide is reduced in a rapid current of hydrogen at a temperature of 1,250' C., 
and is pressed into rods which are hardened by heating in hydrogen to a tempera- 
ture of about 1,300° €., and then sintering in a .special furnace at about 2,650“ C. 

Il is soiDecimes ntfce>sary. in the case of very pure tungsten, to ailil about 0.05 per cent, of 
carbon in order to lower the melting jwini. Other methods for producing ductile tungsten are 
described in Section LXXXII., p. 359. 

Properties of Metallic Tungsten.— Cast tungsten, or that in the form 
of powder, has propertie.s differing widely from those of the ])ure wrought metal, 
such as is used in the manufacture of incandescent electric lamp filameiit.s (see 
p. 357). The powder is a hard, brittle, crystalline substance having a specific gravity 
of 16-17. The pure metal is a much .softer and tougher material which may he 
rolled into thin sheets, welded at a yellow heat, and drawn into exceedingly fine wire. 
It has a melting point of about 3,080” C., and a S|)ecific gravity of 1 8.8. In common 
with most metals, its tensile strength increases xvith the thinness of the wire ic.sted. 
Thus, a wire 5 mm. in diameter has a temsile strength of 460,000 lbs. to the stpiare 
inch, whilst that of wire of 1.2 mm. in diameter is 580,000 lbs. per s(|uare inch. Air 
and water, at ordinary temperatures, are without effect on metallic tungsten, but at a 
red heat the metal is oxidised. Molten sulphur and phosphorus attack it slowly, 
but it is rapidly converted to sulphide or phosphide by their vapour. Fused nitrates, 
peroxides, potassium bisulphate, alkali carbonates, and caustic alkalis readily attack 
the metal, but .solutions of these are without action. 'J'he metal is unattacked hy 
boiling dilute sulphuric acid, but the concentrated acid attacks it slowly. .Strong or 
weak hydrochloric acid has no action at ordinary temperatures, but the strong arid, 
at the boiling point, slowly attacks the metal, producing a black coat of oxide. 
Concentrated nitric acid or hydrofluoric acid have little action separately, but the 
metal is rapidly attacked by a mixture of these two acids. 

Utilisation of Metallic Tungsten and its Salts 

Tungsten Steel— About 90 per cent, of the tungsten produced is used m 
the manufacture of tungsten steel. One of the most important properties o 
tungsten is the additional hardness and toughness which a small quantity of it 
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capable of imparling to steel, and for this reason tungsten steel is of especial value 
for the construction of armour plate, projectiles, and firearms. Tungsten 
steel is also especially .suitable for the manufacture of high-speed tools, which are 
retjuired to retain their temper when run hot. A steel suitable for such use may 
contain tungsten, 8.5 per cent.; chromium, 4.0 percent; carbon, 1.25 per cent 

Self-hardening steels, t e., those requiring no tempering after forging, may 
have a composition between the following limits — Tungsten, 2.4 3.4 cent. ; 
chromium up to 6 per cent ; carbon, 0.4-2.2 per cent. ; silicon, 0.2-3. o ps’’ 

The chief characteristics of tungsten .steels are that they possess a tensile .strength 
and elastic limit which, within certain limits, become higher in proportion as the 
percentage of tung.sten increases. Their elongation, reduction of area, and 
resistance to shock diminish proportionately, whilst the hardne.ss increa.scs 
somewhat rapidly with the percentage of tung.sten. 

For use in the steel industry, tungsten is usually employed in this country in 
the form of its ferro-alloy, hut the |)owdered metal is often employed abroad. 

Tungsten is a constituent, to the extent of about 5 per cent., of an interesting 
alloy known as “ Stellite,” which contains, in addition, 75 per cent, of cobalt and 
20 per cent, of copper. This alloy can be utilised for cutting tools, being very 
hard and non-rusting {.see E. Haynes, Hull. Amer. Inst. Min. Eng., 1913, 249, and 
United States Patents, t, 057, 423 and 1.057,828, 1913). It also enters into the 
composition of the alloys “ jMinargent,” “ Platinoid,” “ Partinium,” and “ Sideraphit.” 

Numerous uses have been suggested for wrought and ductile tungsten. Its 
applications in the (.heniical industry are fairly obvious from a consideration of 
the propertie.s t|uotcd on p. 348. 

It may also find numerous a(ipllcalions in electro teclincio;;)’. Thus »( is staled to be particularly 
siiitahie for contacts, such as those of magneto spark coils, signal relays, sending keys, etc., being 
much superior to platinmn, or platinum-iridium, for these purposes. As the heat conductivity of 
tungsten is twice that of platinum, contacts macle of the first-mentioned metal remain much cooler 
whilst in use than do tliose made of pluiinum. Owing to its higlier melling point, tungsten is 
stated to be l.j€iter than platinum as a target material for Rbntgen ray iul)es. For the numerous 
other uses which have been suggested for tungsten, the article by C. G. Fink should be consnlied. 

Bronze Powders.— When poUssium tungstate is fu.sed with pure tin, 
coloured compounds arc produced, known as tungsten bronzes, which .are largely 
employed for decorative purpose.s. 

Magenta Bronze is produced by adding tungstic oxide to fused potassium 
carbonate until the solution Is saturated. The product thus obtained is gently 
heated in hydrogen and then .successively treated with water, hydrochloric acid, 
and potassium hydroxide solution. These operations yield a product in the form 
of small violet crystals, which have the composition K.,W^O|,. Other alkali- 
tungstate bronzes are also employed for decoratire purposes, owing to their colour 
and insolubility in acids. They can be prepared electrolytically by fusing together 
the calculated quantities of tungstic acid and metallic carbonate and then electro- 
lysing the mass. According to I’hilipps (Her., 1882, 15 , 499), the following tungsten- 
sodium bronzes are known— Na^W^Oig (golden yellow); NaoWjO,5 (blue); 
Na.WjO, (red) ; Na4WjO,5 (reddish yellow). Blue tungsten-lithium bronzes have 
been described by Hallopeau (Coniptes. rend., 1898, 127 , 5 '*)i 
Kiiorre and E. Schafer {Ber., 1902, 3407). Other tungsten bronzes have been 

di'scribed ; for accounts of these see E. Engels, /eits. amrg. Chem., 1903, 37 . 
125 , and Schafer, Zeits. amrg. Chem., 1904, 38 , 14?- 

In the textile industry, .sodium para-tungslate Is u.scd to a small extent for 
tile fireproofing of cloth and other fabrics, and as a mordant for c.alico printing, 
lungstcn salts are also used as mordants for silk, and have the additional 
advantage that they also serve as weighting materittls. 

Tungstic oxide is used in glass and porcelain manufacture for the production of yellow colours, 
ronnetly, difficulties arose from the formation of an ojialescence in the glaze, but a method has 
iiccn described by wlllch this may be avoiderl (see A. Granger. Camples send., 1905, 140, 935). 

Sodium tungstate is sometimes used for decolorising acetic acid. 
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Estimation of Tungsten in Minerals and Salts 

A process for the delcrmination of tungsleo ifl wolframite will serve to illustrate the methods 
employed (Treadwell and Hall, “Analytical Chemisliy,” Vol. II., p. 259). About i g. of the 
extremely hnety powdered mineral is fused with 4 g. sodium carbonate in a platinum crucible lor 
from one-half to three-quarters of an hour. After cooling, the melt is boiled with water and 
filtered. The residue contains iron, manganese, calcium, and magnesium, and sometimes small 
amounts of niobic and tantaiic acids. The solution contains all the tungstic acid and silica. The 
aqueous solution of the alkali tungstate is treated with an equal volume of nitric acid and Ixtiled 
until the precipitate becomes a pure yellow. After the precipitate has settled, the supernatant 
liquid is decanted through a filter and the precipitate washed three times, by decantation, with a 
mixture of equal parts of nitric acid (sp. gr. 1.2) and w^ter, and finally upon the filter until the 
washings leave no residue when evaporated to dryness on platinum foil. Then, in order to remove 
nitric acid, the precipitate is washed twice with a oeutral 5 per cent, solution of ammonium 
nitrate. By this means the greater proportion of the tungstic acid will be in the precipitate, but a 
small quantity will be in the filtrate, which is then evaporated to dryness, the residue moistened 
with ammonin, again evaporated to dryness, dissolved in as little water as possible, and treated 
with an equal volume of concentrated nitric add. After boiling and filtering, the precipitate is 
washed as before. The two precipitates of tungstic acid are dried, ignited, and weighed as impure 
tungstic oxide (WOs) ; the impurities present ^ing usually silica and stannic oxide. To remove 
.silica, the oxide is treated with hydrofluoric and sulphuric acids, ignited, and again weighed. 
The stannic oxide may be removed by Ramtnelsbeig’s method of igniting the residue with pure 
dry ammonium chloride. For a full account of the numerous methods of separating tungsten ftom 
other metals see “Treatise on Quantitative Analysis,” byj. W. Mellor {London, 1913), pp. 405-411. 

Tungsten Bronzes.— These .salts are not readily decomposed by acids, but can be easily 
attacked by the method of Brunner {Iuau§. Diss., Zurich, 1903). AhoiU 0.5 g. of the finely 
powdered bronze is treated in a porcelain crucible with 2 g. of alkali-free ammonium sulphate 
and 2 g. of concentrated sulphuric acid, and carefully healed over a very small flame until vapours 
of sulphuric acid begin to esca(>e. After a part of the ammonium sulphate has been volatilised, the 
mass is allowed to cool and further quantities of ammonium sulphate and sulphuric acid added. 
After further heating, the mass is allowed lo cool, treated with water, and transferred to a porcelain 
dish. About 50 c.c. of concentiated nitric acid is next added and the contents of tlte dish digested 
on the water hath for three or four hours, after which it 1$ diluted with water and the tungstic .icid 
filtered off. The remaining treatment is similar lo lhal already described above. 
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Incandescent Electric Glow Lamps 

The modern electric glow lamp may be briefly described as consisting of a glass 
bulb, enclosing a fine thread of some refractory substance, known as the filament, 
which, when heated by the passage of an electric curRmt, will, radiate light. The 
atmosphere in the bulb is usually reduced nearly to a vacuum, but occasionally a gas 
in a partially rarified condition is used. 

The numerous problems involved in the manufacture of the various types of 
electric glow lamps are mostly of an electrical, rather than a chemical nature, and, 
therefore, cannot be fully discussed in this volume. Although great developments 
huve taken place in the method of manufacture of the metal filament lamp (see 
E 355)) these lamps have by no means entirely displaced the carbon filament 
variety, As certain of the processes employed are very similar, both for the metal 
and carbon filament lamp, a very brief outline of the general method of manufacture 
of the latter is here given. 

Carbon Filament Lamps 

The following description, which is an account of the process as employed at the 
works of the Edison & Swan United Electric Light Co., Ponders End, may be 
taken as being typical of the methods generally in use in this branch of industry. 
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The first operation is the production of the glass bulb which is to enclose the 
filament. 'I'his is made by first blowing an elongated bulb, which is given the 
finished shape by completing the blowing in a metal mould. For this purpose 



.y R c n K F r, 

Fig. I. — .Stages in Ihe .Manulaclure of a Carbon laimp. 


A and C show Ihe bulb liefore and after it has iieen blown in the mould. B and D represent 
the tube for the ler.<iing-in wires before and after flanging. The filament .attached to the leading-in 
Lube and ready for sealing into the bulb is shown in F. The lamp ready for pumping is shown in 
F, whilst G represents the finished lamp. 

the best flint glass containing a large percentage of lead is usually employed. The 
shapes thus produced are shown in a and c of Fig. t. A small hole is next blown 
in the bottom of the bulb, and into it is sealed the piece of glass tithing which is 
required for use in the final operations of evacuating and sealing 
off the finished lamp. The two wires which in the finished lamp 
will convey the current from the mains to the filament are usually 
made in three sections (see Fig. 2). The first section, an, is 
made of copper wire, whilst the second portion, itc, is conipo.scd 
of platinum or some alloy which has Ihe same coefficient of expan- 
sion as the glass, in order that the joint between glass and metal 
may be perfectly gas-tight. Alloys used for this purpose include 
ferro-nicitel and “ platinoid ” (an alloy of copper, zinc, tungsten, 
and nickel). “ Partinium " is also used, and consists of an alloy of 
tungsten, aluminium, tin, copper, and magnesium (Knglish Patent, 

21,573, 1895). The lower .section, cn, which is joined to the 
filament, is often composed of nickel. 

These wires are next sealed into the small glass tube D (Fig. 
i), and are then ready to be attached to the filament, the method 
of making which will be described later. Several processes are in Co„„ections be- 
use for attaching the finished carbon filaments to the leading-in tween Filament 
wires, the method selected being largely dependent upon the and Leading-m 

amount of shock which the lamp will have to withstand in use. Wires, 

and upon the strength of the current to be used in the lamp. 

For low amperage lamps, the joint between the filament and wires is effected by 
covering the junction with a special paste, the essential constituents of which are 
graphite and sugar. When an extra strong joint is required, the filament an 
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leading-in wires are brought into close contact, immersed in a liquid hydrocarbon, 
usually ligroin or benzene, and a cun-ent passed. This causes a small arc to play 
across the gap between the leading-in wires and filament, which decomposes the 
hydrocarbon and forms a compact deposit of carbon around the joint. The filament 
and its holder is now ready for sealing into its bulb, this operation being now 
usually done by machinery in most modern works. The lamp is now ready for 
exhausting, or “ pumping,” as it is called in the works. This operation is some- 
times carried out in two stages, the bulk of the air being removed by means of a 
pump, and the evacuation completed by means of a Sprengel or similar type of pump. 



Fic. 3.— Squirting Carbon Filaments. 


The degree of evacuation which is claimed for several modern types of pump is shown in 
the foltowing table 

Table XIX. 


I'ump. 


IVessote left 
in Bu)b. 



Mm. 

, Geisler • • . • 


0.0085 

, Sptengel (five tubes) 


• i O.OCX)^ 

i Geryk (oil pump) • 

♦ '' - 

* j 0.0002 

1 Tdpler (new type) • 


0.00009 


Carbon filament lamps are usually evacuated so as to leave a pressure of about 
0.005 in the bulb, and when the process is finished, the glass stem is 
melted and the tube sealed off close to the bulb. It next has its candle power 
tested photometrically, using electric lamp standards with the Lummer-Brodhun 
disc, and is then ready for fixing into its metal .socket, which Is done by means of 
a special paste composition consisting larg^ of plaster of Paris, together with a 
small quantity of gum. A small spot of s«Mer on each of the terminals completes 
the lamp. The above is a very brief outline of the general method of manufacture 
eaiployed ; for full details the literature mentioned above should be consulted. 

In most modem works, the whole of the above series of operations, with one 
or two exceptions, is carried out by machinery. 

Carbon Filaments. — In the earlier types of lamp these were made of 
carbonised bamboo or cotton fibre, but at the present day they are made almost 
entirely from cotton wool, which is dissolved in a strong solution of zinc chloride 
to give a thick syrupy liquid. This dark greenish solution is squirted, by pressure, 
wtough various-sized nozzles which are immersed in jars of methylated spirit. As 
voi, IL— 
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the solution is forced from the jet, the cellulose is precipitated by the methylated 
spirit, and so forms a continuous filament. This operation is shown in Fig. 3. 

The gelatinous filaments, thus produced, are removed from the solution and 
air-dried on frames. When dry, the filaments, which now resemble cat-gut, after 
being examined for defects, are passed repeatedly through drawplates until they 
are reduced to the requisite standard diameter. The filaments are next wound 
on porcelain or metal frames, which have the same shape as it is desired to give 
to the finished filament, immersed in graphite contained in crucibles, and raised to 
about 2,000° C. This latter process, which is known as “ metallising," is sometimes 
repeated after the filament has been “flashed.” By this means a filament of 
pure carbon of the de.sired shape is obtained, and after being carefully sorted, the 
selected filaments are submitted to the process of “ flashing!” This consists in 



Fro. 4, — “ Flashing” Room at Messrs Edison & .Swan’s Works. 

electrically healing the filament to bright redness in a glass jar, having in it 
an atmosphere of a volatile hydrocarbon, such as ligroin or benzene, until it has 
attained a certain resistance, when the heating current is automatically cut off. 
The operation is usually conducted by considerably reducing the pressure of air 
within the jar and then admitting a definite volume of the hydrocarbon vapour. 
If the latter were used at atmospheric pressure, the deposition of carbon would be 
rapid, and an insufficiently dense layer would result. It is usual to employ a 
current about twice as great as that which will be used in the finished lamp. 
This process effects several improvements in the filaments, amongst which may 
be rnentioned— (i) Carbon is deposited on the filament in a hard, lustrous condition, 
and in this form has a high light emissive power. (2) Any small inequalities in the 
thickness of the filament are levelled up, because the carbon is deposited least on 
those parts of the filament which have the least resistance, i.e., those which are 
thickest. The flashing room at Messrs Edison & Swan’s works is shown in lig- 4 ' 


incandescent electric glow lamp industry 355 

The filaments are next graded according to their diameter and resistance, and 
are then ready for attaching to the leading-in wires by one of the processes which 
have been already described (p. 352). 


Metallic Filament Lamps 

There are probably few articles in commerce whose introduction created such 
widespread interest and demand as the metal filament electric glow lamp. 

Briefly summarised, the transition from the carbon Blament to the pre-sent-day metal filament 
la.mp was as follows The carbon filament lamp with an efficiency of 3 watts per candle power 
was succeeded in turn by the “ metallLsed ” carlK>n filament having an efficiency of 2,5 watts, the 
tantalum with 1.7 watts, squirted tungsten requiting I.25 watts, and the duciile or drawn tungsten 
lamp consuming l watt per candle power. More recently, however, the nitrogen-filled drawn 
tungsten lamp has been introduced, and has an efficiency of 0.5 watt per candle power (see p. 364). 

The carbon filament lamp, in its many forms, had reigned unchallenged for many years when 
the first metallic filament lamp was made by Welsbach in 1898, a.s the outcome of his investigations 
on the use of metals having a high mcUiiig point as incandescent electric illuminants, It is rather 
interesting to note that the man who, by his invention of the incandescent mantle, put coal-gas 
lighting on a competitive basis with eleclricily, should indicate the lines of development for the 
• electric glow lamp, so that it might equal incandescent gas lighting in efficiency. The changes 
during the past ten years in the method of manufacture of metal filament electric lamps have been 
many and varied, and it is not possible to give here a full account of these.. The following 
summary is, therefore, only intended to indicate briefly the more important stages through which 
the metal filament has passed in order to attain its present degree of efficiency. 

In order that a metal may be suitable for use as a filament for incande, scent 
electric lamps, it is essential that it should have a high melting point, be fairly 
ductile, and p<i.sse.ss a low va|a)ur tension under working conditions, whilst its 
radiation must be highly selective. It has been slwiwn by C. fV. ffaidner and 
( 1 . K. Burgess (U.S. liurmu S/amlards, 1907,2, 319) that the light emitted by 
all incandescent metal varies as the twelfth power of the temperature, whilst the 
energy required varies as the fifth power of the temi>erature. It is seen, therefore, 
that a small increase in the working temperature of the filament is of considerable 
advantage. 

The melting [wints of some of the metals wliicli have ken suggested or useil as filaments are 
.shown in the following table ^ 

Tantalum- ■ ■ 2.910’ ('■ Molybdenum - • 2,450 C_. 

Tborinm ■ ■ over 1,700 C. /tircomimi • al»ut 1,300 C. 

Tungsten ■ ■ ■ 3.080 C. Titanium • • ■ ti 795 


.‘\moiigst the advantages possessed by metal filaments over those of carbon is 
that, being good conductors of electricity, their resistance increases with temperature, 
whereas with carbon filaments increase of temperature causes a dccrea.se of 
resistance, as the substance is a poor conductor of electricity. For this reason, 
fluctuations in voltage cause smaller alterations in the intensity of the light given 
hy a metal filament than would be the case if a carbon filament were employed. 

The first metal filament lamp constructed on modern lines was one introduced 
by Welsbach in 189S, the filament of which was composed of metallic osmium, one 
of the platinum group of metals (English Patent, 7,210, 1900). 

This lamp had many disadvantages besides the high price of the metal, which was at that time 
akut £100 mt lb. The lamps had to be burned m a verlMl positwn, olheruise the Hlanjik 
sagged and^roke, and they could not withstand shock. Low voluge lamps ^ 

produced, and therefore on the ordinary circuit several Urops had to be run m series. The fi.ameiils 
were first made bv healing a platinum wire in an atmosphere containing a vola de osmium com- 
pniind. This caused Ihe deposition of metallic osmium on the wire from which Ihe 
suhsemiently volatilised hy increasing the leinperalure. At a later date, filaments were also made 
h) die “squirting” process, and a lamp having a filament "’'^‘“'''5 ™ 

f« a short lime, under the name of the “Osmi” lamp. ,00, cj 6i6\ 

types of osmium filament lamps have treen described by f. 0. 

The patent literature indicates that the idea of using osmium as a filament has not ken entirely 
3 '>andoned (see United States Patents, 1,090,111, l,l09»So6, of I 9 M)- 


After Welsbach had thus indicated the direction in which improved efficiency 
of the incandescent electric lamp was to be sought, there were numerous attempts 



356 


INDUSTRIAL CHEMIS TR Y 


to utilise, as filaments, other metals of the platinum group, either alone or alloyed 
with base metals in order to reduce the tendency towards volatilisation. After 
numerous trials, hotrever, the metals found to be most suitable were tantalum and 
tungsten, neither of which is a member of the platinum group. At the outset, 
considerable difficulty was experienced in producing filaments of sufficient strength 
and thinness, and it was soon realised that the filament drawn from a rod of ductile 

metal had many advantages over one 
made by the squirting process, as 
then used (see pp. 353 and 358). 

The Tantalum Lamp.— The 

first lamp placed on the market 
having a filament of drawn wire was 
the tantalum lamp, which was intro- 
duced in 1903 by the Siemens & 
Halske A.G. of Charlottenberg, 
Germany. The earlier tantalum 
lamps had filaments varying in 
diameter up to .0.28 mm., but with 
the improvement in the method of 
making the metal more ductile, if 
was found possible to makq wire 
having a diameter of less than 0.02 
Fio, 5. Fm. 6.— Meihod of Arranging mm. This improvement permitted 

"Spider." Continuous Filament on "Spider.” of the production of lamps suitable 

for use on a current of any voltage 
commonly employed, but led to a difficulty in accommodating a long length of 
wire withiti a bulb of such a size as would be practicable to use. As tantalum 
has a much lower specific resistance than carbon, tantalum filaments have to be 
two and a half times the length anti one quarter the diameter of carbon filaments 
for equal voltage and candle ]X)wer. 'I'hus, a tantalum filament for a no volt, 25 
candle power lamp is 645 mm. long and 0.047 diameter, whilst a carbon 

filament for a lamp of similar voltage and candle power would be abrmt 250 mm. 




Hour» of Bamtng. 

Fic. 7.~Varlalioii of Luminosity of the Tantalum I^np. 

long and 0.18 mm. in diameter. The fact that the working temperature of the 
tantalum filament was very near to its softening ]X)int precluded the use of the 
double loop sometimes employed in carbon filament lamps, but this difficulty was 
surmounted by the invention of the “Spider” shown in Fig. 5 (German Patent, 
■53 i328). The method of arranging the filament in zigzag fashion on the spider, as 
shown in Fig. 6, permits of the lamp being bunted in any position. 

Tantalum lamps have an initial efficiency of about 1.5 watts per (Hefner) candle 
power, the light intensity increasing slightly during the first fifty hours of use, and 
then decreasing slowly (see Fig. 7). The consumption of current per candle power 



INCANDESCENT ELECTRIC GLOW LAMP INDUSTRY 357 

slowly increases with the time that the lamp has been in use (see Fig, 8). The 
light intensity of the tantalum lamp varies hy about 4 per cent, for each i per cent. 
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Huun of Burning. 

Fic;. 8.— -Variation in Consumption of Current of Tantalum Lamp. 

dilTerence in voltage at the lamp terminals. The variations in candle power caused 
by alterations in the voltage arc shown in the following table 





Taule XX. 



Variation in Pressure. 

I’cr Cent. 


Candle Tower. 

Average 
Candle Power 
as Ter Cent. ' 
of Kuriiial, 

Walts per 
Hefner^ 
Candle Tower. 

Below normal • - ■ 

-20 

- '5 
- 10 

- 5 

3-9 

5 “ 

6-5 

8., 

1 

6.J • 9.9 12.6 

8 0 ; 12.5 16.0 

10.3 ! j6.i 20.6 

13.0 20.3 76.0 

19-7 39-4 

25.0 50.0 

32.2 64.5 

40.5 Sho 

2,60 

2.25 

i '95 

1.70 

Above normal - • ■ 

r+ 5 

b 10 

+ >5 

1 + 20 

12.2 

14.7 
*7.5 

20.7 

• 9 -S ^ 30-5 390 

23.6 36.S 47.2 

25.1 1 43.8 56.2 

33.2 : s'l.S te.4 

1 1 

60.9 121.9 

73.6 147.2 

87.7 17 , 5-5 

103.8 207.5 

I- 3 S 

1.20 

1.10 

1.00 

Normal pressure 

10 

16 25 1 32 

50 j 100 

1-50 


The initial increa.se in the light intensity may be due to a structural change in 
the filament, which eaiise.s a dccrea.se in its resistance. When examined under 
the microscope, a tantalum filaincnt, which has been burnt fur some time on a 
direct current circuit, shows a tendency to contract into drops (see I'ig. 9). I he 
alternating current, under .similar circumstances, causes a disconnected appearance 
in the filament (.see Fig. to). A.s would be expected from these observations, 
tantalum lamps when used on alternating current circuits have a somewhat shorter 
life than when a direct current is employed. 

Tlic tantalum Ump met with great success during iis early days, about lOj million lamps being 
^Id during the years 1905-1911. 

The Tungsten Lamp. — The drawn wire tantalum lamp was followed by 
numerous patents for utilising metallic tungsten as , a filament. Owing to the 
li-irdness and brittle character of the metallic tungsten at that time produced, 
^he process of making filaments by drawing the metal, in the same way as tantalum 
Was drawn, could not be employe^. The filaments, therefore, had to be produced 


* The Hefner candle power is equal to about 0.9 British standard candle. 
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by a "squirting” process, similar to that employed in the manufacture of carbon 
filaments, or by producing a coating of tungsten on a core of carbon or other 
refractory substance. 

The many processes which have been employed up to the present day may 
be roughly classified into those involving — (i) Substitution, (a) Amalgamation. 
(3) Squirting a paste containing tungsten powder. {4) Squirting colloidal tungsten. 
{5) Drawn wire. (6) Alloy processes. 

In the first-mentioned method, which is covered by French Patent, 347,661, of 
1904; English Patent, 11,949, of 1905 ; German Patent, 184,379, of 1905, metallic 
tungsten powder is mixed with an organic binding material, such as gum, and 
squirted into filaments. The carbon is eliminated by placing the filaments in an 
atmosphere containing a volatile compound of tungsten, such as the oxychloride, 
and a small quantity of hydrt^en. When the filament is heated to redness by the 
passage of an electric current, tungsten is substituted for carbon. 

A typical c.xample of the second class of process Is one patented by the General 
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FiC. 9.— Tantalum Filanieiil 
(a) Itefote and ( 4 } after Use 
on Direet Current Circuit. 



Fir- 10.— Tantalum Filament 
after Use on Alternating 
Current Circuit. 


Electric Company of the United States. The method con.sists in mixing metallic 
tungsten powder with an amalgam containing equal amounts of cadmium and 
mercury, and squirting the mixture through a die in the usual way. The cadmium 
and mercury in the filament, thus produced, ate subsequently volatilised by heat, 
and the filament remaining ha.s the u.sual brittleness, but it is claimed that alter 
moderate heating it becomes pliable and can be bent to any desired shape (see 
English Patents, 18,745 and 18,748, of 1906, and 5,576, of 1907). 

In the third tyqje of process, as in the other classes, numerous modificalions 
have been employed. 'Thus the binder may be one which, on heating, leavp 
a carbonaceous residue, e.g., gum, sugar, gelatine, or nitro-cellulose dissolved m 
amyl acetate. On the other band, it may consist of some substance which, althougli 
acting as a binding agent at ordinary temperatures, is volatilised, on heating, without 
carbonising. Examples of this cla.ss of binder are paraffin wax, oimphor, and pinene 
hydrochloride. Binders of this class are employed in the itaste process [latentea 
by Just, in which filaments are made by mixing a noncarbonising binding agent 
with a compound of tungsten which is reducible by hydrogen. After pressing an" 
drying, the filaments are reduced in hydrogen at such a temperature that the 
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binder is volatilised. The process avoids the difficulty experienced in completely 
removinR the carbon which is deposited when the other class of binder is used. 

In certain processes, e.g., French Patent, 357,842, of 1905 ; German Patent, 
182,683, of 1905, finely powdereti metallic tungsten is mixed with an organic 
binding material and the paste squirted into threads, which, after drying in a non- 
oxidising atmosphere, are ignited by passing an electric current through them in 
an atmosphere of a reducing gas consisting chiefly of hydrogen. 

The use of tungstic oxide in squirted filaments is covered by English Patent, 
18,824, of 1905, and French Patent, 357,868, of 1905. 

Tungstic oxide for the production of squirted filaments can be prepared, in 
a suitable condition, by boiling hydrated tungstic oxide with ammonia until 
crystallisation occurs. The crystals are removed, heated to 250° C. for some time, 
and the residue boiled with water until it changes to a viscous plastic mas.s, which 
is then ready for squirting into filaments (French Patent, 379,069, of 1907), 
According to some authorities, the violet oxide of tungsten (WjO,) or the brown 
oxide (WOj) are more suitable for the manufacture of filaraenUs, a.s they conduct 
electricity belter at ordinary temperatures than does the yellow oxide (IVOj). 

According to English Patent, 14,850, of 1908, jrlastic tungstic acid, suitable for 
the preparation of filaments, can be made by treating the 
hydrated oxide with ammonia at -20° C. 

Colloidal Tungsten Filaments.— One of the most 
succe.s.sful of the S(|uirling paste processes is that in which 
colloidal tungsten is employed. The feature of the process 
is that, owing to the plastic and coherent nature of the 
material, no binding material is requirerl ; a much stronger 
filament being thus produced, and the difficulty of removing 
the carbon from the filament is avoided. 

The use of many colloidal metals for the production of lamp filaments 
is covered by Kngiish Patent, 28,154, of 1904, with numerous additions 
granted to Dr Kurel. The metals mentioned in the master p.itent in- 
elude tungsten, uranium, molylHlcnum, vanadium, tantalum, nichet, 
titanium, Ihoriiiin, zirconium, platinum, osmium, iridium, and silicon. 

Colloidal tungsten may be prepared by allowing an 
electric arc to play between roughened electrodes of tungsten Pic. ii.— Hydraulic 
under water, or by the methods of Wedekind or Wright. and Mould. 

The finely divided colloidal tungsten can be .separated from 
the water by slow evaporation, and tire plastic mass, thus obtained, is squirted into 
filaments. .-M ordinary temperatures the filaments, thus obtained, do not conduct 
electricity at low voltages, but when heated to 60” C. they conduct sufficiently well 
to enable the final drying and sintering of the filament to be carried out. The 
preliminary heating to 60' C. can be dispensed with if a current of 4001, 000 
volts be used for performing the operation (English Patent, 12,968, of 1908). In 
order to avoid small cavitie.s in the filament, the heating is carried out In a 
non-o.xidising atmosphere, the pressure of which is reduced to at lea,st 150 mm,, 
and preferably to 40 mm. During the operation a continuous current of gas, con- 
sisting of about 80 per cent, nitrogen and 20 per cent, hydrogen, is passed through 
ffie apparatus. As the temperature is gradually increased the tungsten returns to 
its massive stale, and the filament decreases considerably in size and resistance. 

Cylloiiial tungsten filaments have been produced in large quantities, but the process is now 
replaced, at one large works at least, by a process in which colloidal tungsten is used together 
with certain of the rare earth metals {sec ** Tungsten Alloy Filaments,’* p. 562). 

Drawn Wire Tungsten Filaments.— The manufacture of drawn filaments 
from metallic tantalum has already been mentioned on p. 339. The production of 
ilrawn tungsten filaments was rendered possible by the discovery of a method 
cf producing ductile tungsten introduced by the General Electric Company of the 
United States. The general principles involved in the method have been already 
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described on p. 348 ; the actual details of the various operations are not disclosed 
by those working the patents. The following description, from La Technique 
Moderne, 1914, 6, 193, through the Ekttrkal Review, 1914, 74 ) 595 i gives an 
account of the essential details of the process. 

Pure metallic tungsten is very fragile at forging temperature, but at a white 
heat it can be hammered, rolled, or drawn, and so be rendered malleable. In 
order to obtain the metal in this condition, it must be free from oxide, iron, nickel, 
and contain only traces of sulphur, phosphorus, antimony, arsenic, selenium, or 
tellurium, whilst the carbon content must not exceed 0.05 per cent. The heating 
must be performed very gradually, and it is necessary to protect the metal from 
contact with air during the various stages of its manufacture. The operations may 
be roughly divided into six sections. 

I. 714 e Production of Pure Metallic Tungsten. — This is effected by heating 
pure tungstic oxide, prepared by one of the methods already described (see p. 346), 
, in a current of pure hydrogen at a temperature of about 



I'ic. 12. — Electric 


1,000° C. 

2. A^lomeration of the Tungsten Powder into Bars . — 
'fhis is effected by means of a hydraulic press, exerting a 
pressure of about 5,000 kilos per square centimetre (see Fig. 
It). The bars, which are about 130 mm. long and 4 mm. 
thick, are exceedingly fragile, and their formation requires con- 
siderable skill. The powder used in this process should be; 
of medium fineness; if it is too fine or too coarse, the bars 
readily crumble after compression. 

3. Consolidation of the Compressed Bars. — The bar, as it 
leaves the hydraulic press, is very fragile, and will break if laid 
on an uneven surface. It is given the desired firmness by 
heating for about one hour in a current of hydrogen in a 
tubular furnace, the temperature being slowly increased tu 
full redness. The tem[)erature is then very slowly raised to 
slightly above i ,000' C. 

4. The Burning of the Bars.—YhK burning process is 
intended to create an intimate union between the minute 
crystals of tungsten, of which the bar is now composed. 
The operation must be carried out slowly and cautiously, as 
the quality of the filaments depends largely upon the success 
of thi.s oiieration. The bars are heated to a temperature of 
about 2,850° C. (near the melting point of tungsten) in a 
s])ecial furnace shown in Fig. 1 2. 


Purnace. The casing of the furnace, which is of cast iron coated inside with 

graphite, is provided with small tubes t and m for the admission ami 
discharge of hydrogen. The wall a of the furnace is removable, and is 
normally attached with screws and wing nuts. The opposite wall has two windows b and r, 
which permit the operation tu be watched. The copper electrodes d and e are water cooled, the 
lower one being fixed whilst the upper one is suspended by a counterpoise and carries a bell 0, 
which is immersed in a cylinder .f filled with mercury. The bar to be treated is attached to the 
electrodes by spring grips, the furnace closed, filled with hydrogen and, as soon as all oxygen is 
removed, the heating current is turned on. The contraction of the bar during this heating amounts 
to about 14 per cent. In order to obtain a temperature of 2,650° C. a current of about 53 amperes 
per square millimetre is required for bars having a cross-sectional area of 16-20 sq. mm., whilst 
57 amperes are required for a temperature of 2,730° C. with bars of simitar size. 


5. Working the Bars by Hammering and Rolling. — The sintered bars, as 
obtained by the last process, are still brittle enough to break if dropped from a 
height of 30-40 cm., and now require to be worked at a temperature of 
i,2oo°-i,3oo° C., but as they oxidise very rapidly in air at this temperature, 
it is necessary to cany out the hammering or rolling, as far as it is possible, in 
a current of hydrogen. The machine used for this purpose is illustrated m 
Figs. 13, 14, and 15. 
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The dies b have on their interior surface a tapering groove of the same size as the bar ; they are 
mounted with the hammer z in a recess in the hollow shaft a. The hammers, which have rounded 
external ends, are carried l)y the rotation of the sliaft in front of the rollers r, which are arranged 
in a ring. The rapid revolution of the shaft causes the hammers to be driven outwards by centrifugal 
force, but they are thrown inwards as they come into contact with each roller and transmit the 
blows to the dies. When the shaft is rotating at about 400 revs, per minute, the hammers give 



Fia. Jj.— Section Fi(f. 14. -View with Kn;. 15.— Complete 

on A.B. Cover Removed. Nfacbine. 

about 4,000 blows |)er minute, and these are distributed regularly over the surface of the bar, The 
latter, after being healed to 1,300^ C. in an utmospberc 0/ hydrogen, is (juickly thrust into the 
machine, whilst a continuous supply of hydrogen is led in at d in order to prevent o.xidalion of 
the metal during the Iwnmiering. The diameter of the bar can be reduced about 4 per cent, at each 
treatment in the m-acliine, so that in order to obt.iin a wire l mm. in diameter fruin a Iwr 6 mm. 
square about fifty treatments are necessary. Every lhir<l time that the bar passes through the 
muchine the dies are replaced (jy others havjg an smaller diameter. ^Vhen the wire has been 
reduced to a diameter of 0.75 mm. the metal 
has become so ductile that it can be bent and 
worked at ordinary temperatures. 

6 . Drawing the Bars into Wire.- 
Although the drawing might be per- 
formed at ordintiry temperatures, the 
operation i.s considerably facilitated by 
heating the drawplate, the arrangemciU 
used being shown in Fig. 16. 

The drawplate a con.sisLs of a cylindrical 
Islock in which the diamond is fixed in the usual 
"ay. Lighting gas is brought by the pi|)e £ ^ ] 

to a burner z, which is arr.anged so .is to direct 16.— Heated Drawplate. 

Us Hames upon the periphery of the plate. 

before entering the die, the wire passes through \ 

a c)lindrical lube, which is also heated. The draw tongs b are similar to those usually em- 
ployed in the drawing of steel wire. 

^I'he drawplate is lubricated with a mixture of deftocculated graphite and water. 
In order to point the ends of the wires, so as to enable them to enter the die, they 
•yc cither plunged into melted potassium nitrate or, if they are already thin, they are 
inimersed in a solution of potassium cyanide and made the anodes of an electric 
circuit. The successive dies employed differ very little in diameter, thus, starting 
m’th a wire, 0.63 mm. diameter, they decrease by about 0.0125 mm. as far as 
°'35 mm., and from this size to o.t ram. the interval is 0.0065 mm. from o.i- 
mm. it is 0.03 mm. From o.oy^-o.ojjs mm. it is 0.0025 mm., arid finally 
from 0,0375-0.025 mm., and below it becomes 0.00125 mm. Ihus about 100 
•f'os are necessary. During the reducing of the wire from 0.65-0.45 mm. the 
temperature is maintained at 6oo"-65o“ C., whilst from 0.45-0.25 mm, it is 
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500° C., whilst for smaller diameters a temperature of about >400° C. is used. 
The wire thus obtained is .coloured blue-black by graphite and a small amount of 
oxide, and is cleaned by being electrically heated to a dull red whilst passing it 
through a glass tube containing hydrogen. 

According to English Patent, 21,513, of 1906, the tungsten wire, during the drawing operations, 
may be protected from oxidation by having a coating of some ductile metal such as gold, silver, 
or copper deposited on it. 

At the present time, numcrou.s firms are making lamps having filaments of drawn 
tungsten made under licence from the patentees. A.s would be expected, the 
drawn tungsten filament has proved considerably stronger in use than those made 
by squirting a paste consisting of a tungsten powder and a binder, and they have 
also the advantage of simplifying the manufacture of the lamp, as no joining of 
short lengths of filament is necessary. 

With pure tungsten filaments, no matter by what process they are made, a very 
serious defect often manifests itself after they have been in use for a short time. 
This defect is crystallLsation, which is the rc.sull of the tungsten reverting to its original 
hard, brittle condition, and shows itself by irregular thickenings of the filament. 



f iG. 17.— Sf^uirted Tungsten-Thorium Fila- 
ment after 1,000 Hours on Alternating 
Current. 



Fig. 18. —Squirted Tungsten Filament after 
i,oco Hours on Alternating Current. 


According to A. Lederer {£/a. Journ., 1913, 10, 1175), these thickenings occur in 
longitudinal direction when a direct current is used, but if an alternating current is employed, 
a sort of sliding motion occurs between adjacent portions of the filament, whicli eventually result' 
in fracture. Crystallisation of the filament 'and .suliscquent volatilisation i.s also stated to lx? 'Uic 
of the most important causes of the blackening of the bulb, which often occurs after the lamp 
been in use for some little time. 


These defects can be obviated, to a large extent, by using, in place of tungsten, 
an alloy of this metal with certain of the rare earth metals (see below). 

Tungsten Alloy Filaments.— Numerous processes have been patented m 
which alloys of tungsten have been suggested for use at some stage in the 
manufacture of the filaments. 

The processes may be roughly divided into two classes 

1. Those in which the finished filament consists of tungsten alloyed with 

some other metal. 

2. Those in which an alloy of tungsten is produced at a certain stage m 

the manufacture, but the finished filament consists only of pure tungsten- 

At the present time, the only process belonging to the first group which calls 
for notice is that in which an alloy of tungsten and thorium is used. The process, 
which is covered by Au.strian Patent, No. 41,247, of 1906, consists in producing 
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a filament composed of tungsten alloyed with thorium and other rare earth metals. 
The filament, thus produced, is stated to be very ductile, even in the cold, and to 
remain in this condition after being in use for a considerable time. 

Micro-photographs of two types of tungsten filaments are shown in Figs. 17 and 
18, and illustrate the difference in the appearance of the ordinary .s(|uirted tungsten 
filaments and those of tungsten-thorium alloy after both have been used for a 
considerable time. 

In this country, the process is being worked by the BriiiisJown Lamp Company, who make [lie 
filament by mi.sing colloidal tungsten (see p. 359) with certain percentage.s of thorium and other 
rare earth metals. The Ihonum must he in such a condition as not to promote crystallisation of 
the ctrlloidal tungsten. 

Several modifications of the thorium-tungsten alloy process have been patented. 

Thu.s, according lo French Patent, 447 , 5 *< 4 . finely divided melallic tungsten is mixed with about 
7 per cent, of thorium tungstate and an organic binding material ami filaments are made by the 
usual s^iiirting_ process. These are reduced at a tcraperaturc near the melting point of thorium. 
According to English Patents, 5,026 and 8,758, of 1912, tungstic oxide is lui.xcd with 1-4 percent, 
of thotia and compressed into rod.s, which are then reduced in liydrogcn at a low red heat. 

Thorium and other rare earth metals can be obtained in a colloidal con- 
dition by the process which has been described by Dr Kuzel. The metal, in an 
e.xtremely finely divided condition, is treated alternately with dilute solution.s of 
certain acid and neutral reagents. 

Thus, to kiln.s of the metal are heated for twenty-four to forty-eight hours with 75 kilos of 
15 pet cent, hydrochloric acid, well agitated, decanletl, washed with distilled w-ater, until some 
colloidal metal begins It) [ratts into the filtrate. The material i.s next treated for about Iwerity-fotir 
hours with 75 kilos of a l [rer cent, solution of |K)ta.s.sium cyanide, wa.shed with dUliilccl water, and 
heated with 75 kilo.s of a l percent, .solution of ferrous sulphate. -After well washing lo remove iron 
salts, the residue is treated with a solution of a basic substance, such as a 2 per cent, alcoholic 
solution of iiionoriiethylamiiie or a 0.5 pe-r cent, solution of sodium hydroxide. After rtpeating the 
process several times, the metal will p.ass almost completely into solution in distilled water. 

Processes for obtaining colloidal tungfSten are described by Miillcr, Zeits. 
Chtm. Ind. Kclhidi, 191 1, 8, 93, and also by Wohler and Engels, ZcHs. Ekktmhm., 
1910, 16, 693. 

The second type of alloy process is one in which the tiing.sten is alloyed with 
another metal in order to facilitate drawing, but the finished filament consist.s only 
of tungsten. A process of this class was successfully employed for some time 
by Messrs Sienien.s Bros., of London. 

Nickel tungstate is mixed with tungstic acid, or .similar plastic tungsten coiripuund, in such 
prirpurlkin that the alloy produced on heating to 1,650* C. in hydrogen contains about 12 per cent, 
of nickel. (.At a later date this quantity was reduced to 2 per cent.) The alloy, thus produced, 
is stated lo be very ductile, and may be drawn inlo wire or rollerl. .After making the alloy into 
liiaiiients by drawing, the nickel is expelled by lieating in vanto. This process has now been 
discAintinuetl, as considerable blackening of ihe bulb took place after the lamps had been in use 
for .some time. 

Another method of producing this alloy was to mix the finely divided metals in the correct 
proportions, compress in rotls, and heat ibese at the melting pm'nt of nickel in an atmosphere 
of hydrr^en. 

A machine suitable for making filaments from plastic material, such as tungsten 
powder mixed with a binder or the colloidal metal, is described in English Patent, 
11,252, of 1912. 

Ttie machine comprises a rotating horizontal disc, having projecting studs on its outer edge. 
These studs intersect .a filament as it leaves a fixed squirting orifice, so that the filament forms 
loop-s lianging down l)elween the studs. These hmps are oarried round by the disc until they come 
oppf'sitc to a pair of burners wliiclr beat the two branches of the loop simultaneously at points near 
the studs, .so as to .sever the loop from the continuous filament. At this instant u rod is thrown 
"'fward beneath the loop so as to invert it a.s it dn>ps, and guide it on to its support. This support 

be a conductor, and can be heated so that the loops hanging on it will take its shape. The 
^luds pass .1 brush before they again reach the squirting nozzle, .so that the short pieces or filament 
'^‘^niaitiing on them are removed. 
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It is very essential that all the small loops which go to make up a discontinuous 
filament, one which is not made from one piece of wire, should be of the 
same cross-sectional area and resistance, otherwise the life of the lamp will suffer. 
In some works it is customary to actually weigh each section of filament on an 
extremely sensitive balance. In the case of a lamp having a filament of drawn wire, 
it is very e.ssential that this should be of uniform diameter. 

As many of the details in connection with the finishing and mounting of the 
metallic filaments are trade secrets they cannot be given here, but the following is 
a brief general account of certain portions of the process. 

The central “ spider ” upon which the filament is to be wound is produced by 
moulding a glass rod to the desired shape, and then fixing the supporting metal 
hooks by hand. It is usual to make the upper and lower series of hooks of 
different metals, that used for the upper series being selected for its rigidity, whilst 
a more elastic material is u.sed for the lower serie.s. A very frequent arrangement 
is to make the upper row of fairly stout nickel wire, whilst the lower supports arc 
made of molybdenum or an alloy of nickel with tungsten or molybdenum. This 
arrangement gives a fairly wide range of ela.sticity, and thus allows for the expansion 
and contraction of the filament which occurs in use. In some cases the neces.siiry 
elasticity is attained by the use of thin copper wire coiled in helical form in place 
t)f the lower series of.liook.s. The actual sha|)e.s of the hooks used exhibit wide 
variations ; thus, if continuous filaments are used, the sujtport consists of a straight 
wire with a small terminal hook or loop; but if a discontinuous filament be 
employed, the individual loops require to he se[)arately fixed to the wires of the 
“spider,” and this has to be done either by using a tungsten solder or by employing 
a “ pinched ” joint. 

The filament is usually wound very loosely on to the “spider,” in order to 
allow for the permanent contraction which occurs when a current is passed through 
the wire ; and a current is then sent through it for a few seconds in order to test the 
work. 

The connection between the leading-in wires and the metal filament is made in 
three .sections, as mentioned under carbon filament lamps (see p. 352). 

The filament and spider is sealed into the bulb in the usual manner, but in 
order to remove from the latter all traces of moisture, which is stated to be one of 
the causes of blackening, a small <iuantity of some phosphorus comiKiund is painted 
upon the stem. For this purpose a solution of red phosphorus in alcohol iiiid 
ether is often employed. Owing to the high tem|x;raHire employed in the thiiil 
evacuation, the phosphorus is completely volatilised. J'he removal of the air from 
metallic filament lamps requires to he more thoroughly carried out than is 
necessary in the case of those having carbon filaments, and is usually performed 
by means of one of the modem types of pump mentioned on p. 353. 

In some works it is customary to perform the final evaeualion of the lamps at 
a temperature of 2oo’-30o° C. The evacuated lamp is affixed to its metal socket, 
and tested in the same way as has been described already fijr the carbon filament 
lamp (see p. 353). 

The last three stages in the manufacture of a metal filament lamp are shown in 
Fig. 19, B, c, and d). 

Nitrogen-filled Lamps, — During the past two years an interesting develop 
ment has taken place in the manufacture of high efficiency electrical illuminants, 
by the introduction of a glow lamp having a tungsten filament not enclosed in an 
evacuated globe, but in one which contains a quantity of an inert gas, the pressure 
of which at working temperatures is about equal to that of the atmosphere. 

The invention appears to have been at first aAiounced in a paper by 
I. Langmuir and J. A. Orange (Proc. Amer. Inst. E/ec. Eng., 1913, p- 19'5)- 
These workers, whilst investigating the causes of the blackening of metallic 
filament lamps, found that this defect, which is largely due to volatih.sation of the 
filament, was considerably minimi.sed by introducing an inert gas into the bulb. 
The gas found to be most suitable was nitrogen, as the loss of heat by convection 
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was considerably less than when hydrogen was used. It was also found that the 
loss of efficiency of a tungsten filament in an atmosphere of an inert gas near 
atmospheric pressure was greater for wires of small diameter (0.002 in.) than for 
larger wires (over 0.005 '"■X hence the finer wires require to be coiled into a tightly 
wound helix, or otherwise concentrated into a small space. A filament wound 
in such a manner and mounted on its “spider” is shown in a, Fig. 19. It may be 
here mentioned that the helical filament is also coming into use for the evacuated 
type of lamp when required to give most of its light in the horizontal plane. 

It was found that lamps made in this manner had an efficiency much greater 
than those of the usual evacuated type. Nitrogen-filled lamps are now being 
produced by several makers, and may be roughly classified into— (1) Large unit 
[imps consuming o.4.o.5 watt per candle power, and having a life of at least 
1,500 hours. These lamps take a current of 20-30 amperes, and hence must 
be run on a low voltage circuit. (2) Small unit lamps taking currents of about 
10 amperes at voltages as low as 4 or 5. Their specific power consumption with 
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a life of 1,000 hours varies from 0.6-1.0 watt per candle power. {3) ^rge 
unit lamps of several thousand candle power, run on standard lighting circuits of 
no volts, consuming 0.5 watt or les.s, per candle power. The maximum efficiency, 
at present, can only be attained with lamps taking large currents. The light given 
by the nitrogen-filled tungsten lamp is of a very penetrating character, and more 
adapted for replacing arc lighting than for the illumination of small interiors. A 
description of the “Nitra” lamp, one of the best known of this class, is given in 

1913, 19, 316, ■ fa a I 

A meth(xi for the analysis of metallic filaments, which permits of individual 
iil^inents being examined, has been described by C. Baskervilte {Trans. AWa* York 
Eiectfical Soc.^ 1912, No. i). 


Cost of Production of Metal Filament Lamps.— The profits on the manufacture of nietal 
filament glow lamps are staled 10 be very small at the present time. The following figures, which 
actual works costs, and show the outlay required for material and labour for the 
oMhe individual parts of the lamps and the finished article, are from an account by H- T- Erb 
Kevim, 19x3, 73, 938). 

The lamp under consiaeration is a 220 volt, 25 metal filament. 
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Table XXI. 

Cost per i,ooo Lamfs 


. 

Materials. 

Wages. 

Breakages. 


Shillings. 

Shillings. 

Shillings. 

Bulb 

37-1 

4.5 

0.63 

Crown 

4-9 

1.52 

0.32 

Electrodes . . - . 

28.0 

2.25 

a 29 

Stem 

41.3 

7.2 

0.49 

Star 

26.3 

1315 


Aitachment ... - 

133.0 

32.10 

5.04 

Melting-on - . - - 

37 -' 

9-7 

15.85 

Pumping .... 

... 

11.8 

18.7 

Flashing .... 

0.6 

1.96 

4.70 

Adjustment and completion - 

21. 8 

9-35 

6,90 


abr.o 

85.0 

53'0 


In the above table no allowance is made /or the cost of gas, electric current, standing charges, 
and unproductive labour. 

The Efficiency of Metallic Filament Lamps.— It is frequently stated 
that the drawn wire tungsten filament lamp has an efficiency of i watt per English 
candle power, with an average useful life of at least i,ooo hours. But according to 
statements by the makers, it would api)ear that this efficiency is rarely reached 
under ordinary conditions of working, especially in the case of the smaller candle 
power lamps. An average figure would appear to be Iretween i.i and 1.25 watts per 
candle power. The useful life of an electric glow lamp is defined as the lime taken 
for the mean horizontal candle power of the lamp to decrease 20 per cent, from 
its standard value, when run under standard conditions. 

'I’he characteristics of the various types of incandescent electric glow lamps are 
shown in the following table :~ 

Pable XXII. 


Materi.-tl 

Watts per 
Hefner 

Hefner 

Candle Power 
: per .Sq. .Mm. 
i of Surface. 

Temperature 

j of 

Ratio of 
Hot to ('old 


Candle flower, i 

i 

‘ Incandescence. 

Resistance. 

Carbon .... 

1 

J -5 1 

01 54 

1,800“ C. 

O ’ 5 

Osmium - - - . 

1-5 

0331 

1,900“ C. i 

8.94 

1 Tantalum - . - - 

1.6 

<>•307 

1,700° c. 

6.07 

Tungsten .... 

1. 15 

0.441 

2, 1 50“ 

12.12 , 


The use of numerous other metals as metallic filaments has l>eeii patented. Thus, Kellner, in 
addition co tungsten, suggested thorium, titanium, and chromium {English Patent, I957®5» 
whilst the use of metallic vanadium or niobium is covered by Engli.sh J’atents, 12,156, I 2 ,i 57 > 
12,159, of 1902. Carbides of certain metals have also been suggested, such as vanadiurn carbide 
(English Patent, 19,264, of 1905), cerium carbide, titanium carbide (sec p. 328), and zirconium 
carbide (see p, 334). Cerium nitride is mentioned in English Patent, 929, of 1906. Numerous 
attempts have l>een made to utilise silicon as a hlament. In one of these (French Patents, 446.140 
and 446,310, of 1912) carlxirundum is used as the starting point. The use of metallic urai^m is 
mentioned in United Slates Patent, 1,106,384, of 1914, and cobalt in French Patent, 460,093. 
of 1913. 

PATENT LITERATURE 

A large number of patents dealiftg with the manufacture of incandescent electric lamps 
been granterl in many countries during the past few years, and it is not possible to give a comp 
list of these here. 
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During 1913, it was announced by the General Electric Company, the British Thomson Plouston 
Company, and Siemens Bros. Dynamo Works, all of London, that they had arranged to licence 
each other to operate all patents which they then held individually. The principal of these patents 
are stated to be as follows 

English Patents, Nos. 27,712, of 1903520,277, 23,899, 27,713, 27,714, of 1904 ; 19,379, 20,175, 
23,437> 19051 3.2*3. 6,803, 12,325, 21,513, 23,33s, j 8,622, of 1906; 3,174, 8,563, 16,503, 

16,530, 16,531, of 1907; 5 . 3 ^^?. 8,421. 17.350, 19,932, of 19085 23,499, of 1909; 2,759, 8,031, 
15,621,23,121. 24,549, of 1910. i.i6r, 1,162, 8,004, 17,722,20,224, 20,380, 27,360,28,576, of 
1911 ; 873. 874. 2,284, 3,840, ji, 439, of 1912. 

It is understood that a large number of the other makers in the United Kingdom arc also 
working these patents under licence. 

Ackaowledg'ments.— Thanks arc due to the Edison & Swan United Electric Light 
Company, of Ponders End; Messrs Siemens Bros., of Dalston, London, N.E. ; and the 
Brimsdown Lamp Company, of Brirosdown, Middlesex, for information concerning the method 
nf manufacture of incandescent electric lamps, and to the firs^-mentioned company also for the loan 
of certain of the blocks illustrating this chapter. 
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URANIUM 


By Sydney J. Johnstone, B.Sc. (Lend.) 
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Ai,THOUt.tH urantiitn cannot be classed amongst the rare earths, its intimate 
association, in the mineral form, with radium renders a brief account of its 
tiecurreiice and properties desirable. More importatU still, perhaps, is the fact 
that the uranium content of an ore is often a fairly accurate measure of the quantity 
of radium present. Besidc-s radium, most uranium ores carry other radioactive 
matter, such as actinium, {wlonium, and ionium. 


Natural Occurrence 

Uranium oxide was first isolated by Klaproth in the year j 7S9 from the mineral, 
pitchblende, i he metal itself was first obtained by Peligot in 1842. Combined 
with other elements, uranium has been found in a large number of minerals ; the 
majority of these, however, are of somewhat infrequent occurrence. A fairly 
compltte list of these minerals is given in (/.S. Biff. A/uies^ BulL^ '^a 

Amongst the more important uranium minerals may be mentioned pitchtnenuC 
or uraninite, carnotite, and autunite. I'hc less trequent minerals, thorite 
and thorianite, have already been described under Thorium (see p. 296). 

Small ((uantities of uranium oxide are found in most of the minerals 
contain jdiosphates and .silicates of the rare earths, xenotiiue, coluHlDlte, 
cerite, and monazite- 

Pitchblende, which was for some >^‘ars the most importmit uranium 
mineral, consists essentially of uranium oxide, together with varying amounts 
of rare earths, lead, lime, bismuth, etc. The mineral is sometimes found in 
octahedral crystals, but more commonly occurs massive. It vanes in colour irom 
greyish to dark green, brown, and black, having a conclioidal and a 

•'^ubnietallic lu.stre. The specific gravity varies from 6.4-9.7, and the hardness is 
‘Jsually about 9,5. Clevite and brdggerite are the names applied to certain 
varieties of pitchblende rich in the rare earths. . 

Carnotite.— This promises to become in the future the largest 
uranium, and consequently of radium. Chemically, the mineral is a_ vanadate 0 
Uranium and potassium, sometimes containing small quantities of calcium, banum, 

VOL. IL— 24 
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and iron, 'rhe mineral usually occurs in the form of very minute crystals, of a 
canary-yellow colour, as iiicrustations on certain other minerals. This mineral is 
also valuable for its vanadium content. 

Autunite.-— Anhydrous phosphate of calcium and uranium, with the formula 
Ca(U0.,).2(F0^).,8H20. It is a bright yellow mineral, often crystallising in ortho 
rhombic plates, having a specific gravity of 3.5'3.9. It is sometimes termed 
uranium mica. 

Geographical Distribution of Uranium Ores 

Tlie most celebrated deposits of Pitchblende occur in Austria, at 
Joachimsthal, where the mines have been worked since 1517 for various 
minerals, including silver and bismuth. It is only during the last ten years, 
however, that they have been extensively worked for uranium. At the present 
time, the mines are worked by the Austrian Government for uranium and radium, 
the export of the latter substance from Austria being prohibited. An account of 
these deposits is given by R. Beck (see above). In ^xony, the mineral occurs at 
Johanngeorgenstadt, Marienburg, Freiburg, and Schneeburg, and also at Pribram, 
in Bohemia. 

In Cornwall, pitchblende has been found in many mines of the tin area, associated with nickel 
and colalt (as at Jtxichimsthal). An account of these mines is yiven in “ The Geok^y of Kalmoiiili 
and Truro, and of the Mining Districts of Camborne and Kedruth,” and '‘I'hc (Jeology of the 
Country around Bodmin and St Austell,” both of the.se puldications feeing issued in the Memoirs tif 
the Geological Sur.ey of England ami Wale.s. In the United States, }ntchbleiule occurs in many 
localities in Gilpin County, Colorado, and has been mined to some extent. An account of recent 
Work at these mines is given In 0 *S. Bureau 0/ MimSy Bull. 70. The mineral in a \'ery pure form 
has been found in German East Africa, hut it would appear that the quantity available is .small 
(see also W. .Marckwald, Centralbl. Min.^ 1906, 761). It also occurs in tlw Porcupine district of 
Ontario, Canada, where it is stated to contain a larger proportion of radium than tlie Austrian 
mineral. » In India, the mineral occurs at the .Singar mica mines of the Gaya district, anti is now 
Iving worked. For an account of this deposit see Kaords ef Ceol. Hur., India, 1914, 44, 20. 

Uranium ores have Seen exported from the United States for a numl>cr of years i)a.st, Inil it 
would appear that it was not until about the year 1912 that the authorities reaH.se<l how mikii 
nidium was leaving the country in this form. Carnotite ofe.s occur chiefly in Colorado and Utah 
in the area lying l>elween the Rocky .Mountains of Colorado and the San Rafael Swell of Utah, llie 
Denver and Kio Grande railroad, and the Arizona and New Mexico line. In this area the rliief 
deposits of C<jlorado occur in the vicinity of Paradox Valley, M'Intire Canon, Mesa Creek, ami 
Gateway ; whilst those of Utah include the La Sal Mountains, Dry Valley, Yellow Cat Wash, San 
ICifael Swell, and the Henry Mountains (F. L. Hes.s, Ecau. GeeL, 1914, 9, 676). An investigali'iii, 
carrietl out by R. B. Moore and K. L. Kithil {US. Bur. filines, Bull 70), .showed that the riclie>t 
dep<j>its are tliose of the Paradox Valley. Much uranium f»rc is wasted in the process of sorting 
get a marketable grade, owing to the lack of a cheap and efficient method of concentrating the <;rc. 

( ’on.siderable attention has l>een directed, during the past few years, to the economic pos>i' 
bililies of the South AustrAlian <ieposit.s of uranium ore. So far, deposits have Ijcen workeil in 
two localilie.s, i.e., Radium Hill, 20 miles E-S.K. of Clary station on the Petersljerg-Brokeniiill 
railroad, and Ijctween Mts. Painter and Pill in Flinders Camp, aljout 80 miles east of Farina. In 
the Clary district, where the work lias so far proved the more successful, the uranium occurs, in 
the form of carnotite, as an incrustation on titaiiiferuus magnetite. The ore, which has Ijeen worked 
for over two years, is magnetically concentrated at the mine, so that each ton of concentrate will 
give alxjut 3.6 nig. of radium. The concentrates are treat^ at Woolwich, near Sydney. Tiie 
Mt. Painter deprjsit.s, which yield autunite, carnotite, uranophane, and torliernite, appear to be 
rather le^s .succes.sful than those of Clary. For an account of recent prr^gress in these localities >L'e 
L. K. Ward, “Review of Mining Cperations in South Australia,” No. 19, p. 26, and Min.Jcuni., 
Ui 4 . 

During the past few years, Portugal has produced a quantity of uranium ore ; chiefly nutuiiite, 
torlierniic, and small quantities of urano-circite (a hydrous phosphate of liarium and uranium)- 
The richest dcposit.s are .stated to occur in the district of Guanla, in the province of Beira, and 
lx: ckwely connected with occurrences of tin and tungsten. The ore mined is stated to ha\ e an 
average content of alxjut I per cent, of uranium oxide (UOj). The deposits are being worked ly 
several companies, one of which employs about six hundred men. 

Depcwits of carnotite have Ireen found in several localities In Russia, tlie largest l>eing prol^ably 
that of Tjua-Mujun in the Andijan district of Central Asiatic Russia. These and other Russian 
deposits liave been descrilied by E. de Hauipick in “Radioactive Minerals of Russia” (^A«- 
fmm., 1911, 92, 185), and F. L. IIes.s [Min. lies. l/.S.y 1912, pt. i., 1031). 

In Mada g ascar, autunite, blomstrandite, euxenite, and fergusonite occur in pegmatites, but 
the quantity available cornmerdally is {vobeblv small. , „ 

In SuKden, a carbonaceous substance found in Silurian limestone and known as “Kulm 
contains a small percentage of uranium, and it is proposed to burn it and recover the uratiimn 
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-t. of a*, which contains ..3 

Commercial Value of Ur^ium Ores.-The value of uranium ore is 
almost entirely dependent upon its radium content. At the present time ores 
carrying less than 2 per cent of uranium oxide (UjOg) cannot be readily sold in 
this country. The price in October 1.J14 was about i:3o per ton for ore con- 
taining 2 per cent of uranium oxide (UA)- Sometimes an allowance is also 
made for any vanadium m the ore. 


Production of Uranium Ore 

The following table shows the production and value of uranium ore so far as 
Statistics are available : — 


United Kingdom 
Au>tria 
Geimany^ • 
Indo-Diina • 
Madagascar 
Portugal 
United Slates^ 


'Pablk XXIII. 


1910. 


191 

1. 

1912. 

Quaniity. 

Value. 

Quantity. 

Value. 

Quantity. | 

Value. 

Metric Tons. 


Metric 

Tons. 

i 

Metric 
Tons. '' 


77 


68 


43 


6,522 

4,039 

5.?85 

3.522 

10,894 

6,472 

95 

11,000 

82 

8,250 

5,053 

3.200 

J.i 

390 

1-9 

200 


2 

30 

29 

349 

I 


'38 

3.77b 

4,409 

5,737 


1 , 3*0 

No returns. 


2J 

02 . 73 « 

! 26 

1 

102,669 


Composition of Uranium Ores* — The chemical composition of certain ores 
of uranium is shown in the following table:— 


Table XXIV. 



Formula. 

1 Pitchblende. 
|johani>g«orgenstadi. 

Z. 

Carnotite. 

S. .Australia. 

Autunite. 

Autun. 

Torbernite. 

Cornwall. 

Uranic oxide 

Uranous oxide 

uo, 

b’O. 

59- 30 1 
22 - 33 / 

47.8 

61.34 

61.00 

Vaiiadic oxide 

V,(b 

16.8 



Ferric oxide 

FejO, 

0.21 

19.4 



Alumina 

AlA 

0.20 

5-7 



Manganous oxide 

MnO 

0.09 



Lime .... 

CaO 

I.OO 

I.O 

5,24 

0.62 

Magnesia 

,MgO 

0.17 



Lead oxide 

PbO 

6.39 

*•3 



Copper oxide 

CuO 



8.56 

... 

Potash* 

KjO 


S-2 


Soda - . . , 

Na.,0 

0.31 

1.8 



Phosphoric acid ■ 

PA 

1 0.06 

trace 

14.97 

13-94 

Arsenic oxide 

AsaO, 



1.96 

Silica .... 

SA 

1 0.50 



... 

Water .... 

HjO 

j 3..7 


19.66 

14.16 


1. Analysis by W. F. ’Hillebrandv //wcr. /ourit. 5Vi., 1891,42,390. i. G. S. Blake, A/f/r. 
1910, 15,271. J. A. H. Church, Awr«. CAm, Soc., 1875, 28, 109. 4, Church, CAem. 
Adzw, 1865, 12, 183. 


Chemical Treatment of Uranium Minerals — For the production of 
Cranium compounds from pitchblende, the ore is first roasted in order to remove 

’ Returns are for uranium and tungsten we. 

" Values are for uranium and titanium or^ the quantities l>emg calculated tc the equivalent 
s^ount of UsO*. The quantities of uranium and vanadium ore” produced in 1911, 1912, and 
913 were 8,468, t8,ooo, and 27,900 ton.s respectively. 
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most of the sulphur, arsenic, and molybdenum, and is then heated in a reverberatory 
furnace with sodium carbonate to which a little sodium nitrate has been added. 
The fused mass is washed with water, extracted with dilute sulphuric acid, and 
filtered, the insoluble residue being used for the production of radium. To the 
filtrate containing the uranium, excess of sodium carbonate is added, thu.s causing 
basic carbonates of iron, aluminium, nickel, and cobalt to be precipitated. After 
filtration, the uranium in solution is precipitated either by adding sodium hydroxide 
or by vigorously boiling the solution after neutralising it with dilute sulphuric acid. 
The sodium diuranate thus obtained is pressed, dried, and ground. The com- 
mercial salt has the composition NajU.,0;, 6H.;0. 

If the black oxide, U3O5, is required Wohler’s method may be used. In this, 
the solution in dilute sulphuric acid is treated with sulphuretted hydrogen to 
remove arsenic, antimony, copper, lead, and bismuth, filtered, and after o.xidising the 
filtrate with nitric acid, excess of ammonia is added. The precipitate, which 
consists of hydroxide of iron and ammonium uranate, is digested with a con- 
centrated solution of ammonium carbonate containing exce.ss of ammonia, in order 
to dissolve tlie ammonium uranate. After filtering the liquid and allowing it to 
t:oo], ammonium uran\'l carbonate crystalli.ses out. .\ further <juantity of ammonitim 
uranate can be obtained from the mother liquor by adding ammonium suljihide to 
precipitate the zinc, nickel, or cobalt, and evaporating the filtrate. Both ammonium 
uranate and ammoiiium uranyl carlronate give U3O, on ignition. 

The po.ssihility of utili.sing phosphatii; uranium micas, such as aulunite and 
copper autunite, as sources of radium and uranium, is discussed by F. Glaser 
(Girw. if;//., 1912, 36, 1166). It is stated that although the processes of extraction 
are comparatively simple, the profitable working of autunite is only possible when 
the percentage of uranium is high. 

Metallic uranium Ciin Ire prc|Kired by several methods, one of which ixmsists 
in mixing five hundred |xirts of U.,0, with forty parts <rf sugar charctral and 
reducing the mixture in a carbon tube in the electric furnace. The crude |)rodiii t, 
thus obtained, which still contains some carbon, is |)urified by being heated in 
a crucible, hrasc|ued with U.,0,,, which is embedded in anolhi-r crucible bra.sipied willi 
titanium. The effect. of this latter is to prevent access of nitrogen to the reduced 
uranium (H. .Mois.saii, CompUs rend., 1893, 116, 347). The metal may also he pre- 
pared bv the electrolysis of the fused dcruble chloride of uranium and sodium in mi 
inertatmo.sphereu.sing carbon electrodesfll. Moissan, 1896, 122 , 1088). 

For the production of ferro uranium, reduction with ahiminium is sfatetl In 
be unsuitable, as the final pnxiuct then contains aluminium, corundum, and 
uranium oxide (F. Giolitti and G. Tavanti, Caz. Chim. haL, 1908, 38, 239)- It is 
stated, however, that Stavenhagen’s modification of the “ thermit ” process can he 
used (A. Stavenhagen and E- Schuchard, Ber., 1902, 35, 909). 


Utilisation of Uranium and its Salts 

So far, xery fexv uses demanding much material have been found for 
metallic uranium. For a short time an impure form, containing some carbide, 
was employed a.s the sparking medium for automatic cigar lighters, but the material 
has now been sufrerseded by the more efficient cerium-iron alloy (see p. 3if')- 
Metallic uranium has been suggested for u.se in electrodes of arc lamps. When 
enclosed in a quartz globe surrounded by an inert atmosphere, the arc between 
such electrodes gives a light very rich in ultra-violet rays. (See French Patent, 
418,280, 15th July ipro.) According to the third and fourth additions to the 
atxrve patent, a vacuum is substituted for the inert atmosphere, and in the seventh 
addition, dated 26th May 1911, a special type of lamp with mercury cathode is 
described and is stated to be suitable for sterilising liquids by means of ultra-violet rays. 

Various attempts have been made to utilise feiTO;Urailiuin in the manufacture 
of special steel. In general, it may be stated that uranium steel has properties very 
similar to those of tungsten steel, but as ferro-tungsten can be produced at a 
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lower price than ferro-uranium, not much progress has been made in the use of the 
latter alloy in steel manufacture. 

Uranium salts have long been known as colouring agents for glass. The 
colour produced is an opalescent yellow which is green by reflected light. Owing 
to the fact that about 20 per cent, of uranium oxide has to be used to produce 
the colour, the glass is somewhat expensive. 

In the Ceramic Industry uranium salts find a limited use for the production 
of yellow and orange glazes, the salts most employed being- the “yellow oxide” 
(sodium diuranate) and the green oxide (U3O,). 

The colouring power of uranium is strong, 0.006 equivalent giving a good 
colour, the depth of which is stated to be largely dependent upon the amount of 
lead present in the glaze. By suitable adjustment of the composition of the glaze 
and the conditions of firing, uranium can be made to give colours varying from 
yellow and orange to brown and dark olivegreen. An account of the use of 
uranium salts in glazes is given by F. H. kiddle, Trans. Amer. Ceram. Soc., 1906, 
8, 2to, and by L. H. Minton, Tram. Amer. Ceram. Soc., 1907, 9, 771. 

Uranium salts have been suggested for use as mordants for silk and wool, hut 
no great progress seems to have been made in this direction. (See also E. 
Odenheimer, Tarier Zeit., 1894, 5, 17.) 

Uranium oxide has been utilised as a catalyst in the synthesis of ammonia from 
nitrogen and hydrogen (Haber and Le Rossignol, ZtUs. Eleklrochtm., 1913, 19, 53). 

Uranium salts have been used to a very limited extent for producing brown 
colours on textile fibres by treating them first with uranium nitrate solution and then 
with solution.s of either ferrocyanide trf potas,sium, gallic acid, tannic acid, or pyrogallol. 
(See T. Werner, Biili. Soc. Ind., Mulhtwse, 1892, 542, and E. Odenheimer, he. cit.) 


Ill pliotograiiliy. iiriiiiura iiitraic has been suggested as a sciisili.sii\g agent for paper (C. T. 
Ruche, hum. Sec Ciem. Ind., 1888, 7, 231). and -according tn Kiiglish Patent. 10,072, of 
I2tli -Mav 1S96, uranium acelate combined wilb a suilable acid can lie useil with iMtassiiini fern- 
cyanide lot intensifying or tedneing negatives. With imlassiuin sulphocyanide it can lie used for 
tfiniHtf luomidc prints, _ , , . i 

Analysis of Uranium Minerals.— The mode <>f .111301(1115 uinnium minerals vanes largely with 
their luiwro, Thus, airnotitc ami autunitc can he readily diNS<»lvcd uifh ihe aid of dilute nitric acid, 
whilst thorianite and pitchhlcnde arc attacked by l)oiliti5 concentrated nitric acid, but ceruin 
varieties of thorite are very difficult to dis-solve. ,ind require fusion before a saiisfaclory solmion can 
lie obtained. In the absence of v,inadium .uid phosphates the following procedure may be adopted. 

When the solution of the mineral is complete, the acid solution is filtered, dilukd, and slowly 
poured into excess of ainntonium carbon.ite. After allowing to stand for some hours, the 
IS filtered, the precipitate «lissolvod in .loid, and retreated wiili ammoiiiiiin carbonate. The 
Combined fihnilo.s will now contain all the iiraiiium, and may also carr\’ small quantities of rare 
earths and calcium, The rare earths must Ik- removed hy precipitation with ammoimim oxalate 
(sec p. 298). The filtrate from this treatinciU is evaporated to dryness and ignited to remove 
o.xalare.s, redissolved in nitric acid, and the latter removed by repeated evaporation wit 
sulphuric acid. The residual sulphates are dissolved in a small quantity of water, and mree times 
their bulk of alcohol added. After k-ing allowed to stand for twelve hours, the precipitalctl lime 
is filtereil and washed with alcohol. The alci»bolic filtrate is evaporated to dryness, ignited, 
dissolved in nitric acid, and the uranium precipitatnl as ammonium umnate by the addition ot a 
slight excess of ammonia. The solution is filtered, and the precipitate, afier being washed with a 
4 per cent, solution of aminonlum nitrate, is dried, ignited, and weighed as I 

When pho.snhale.s arc present, difficulty is often experienced in carrying out the 
•kscrikd aliovc, owing to uranium phosphate king somewhat difficullly soluble in ammo 
‘■arlionate, and when calcium is present this is also precipitated with the uranium phosp a t. e 
following process overcomes these ilifficullies. The uranium solution is diluted, an a sou ion o 
krric .sulphate i.s added in .slight excess of the amount required to precipimte the phosphorus as 
Iv'rric phosphate. The iron ami phosphate arc then prccipitateii t^’gvHher by the basic acetate 
iiicihoii, using ammonium acetate and kei-ping the solution slightly acid. Ihosoutuniis ere , 
'he precipitate waslicd a kw limes with a verv dilute solution of anmiomum acetate, then 
'•1 hydrochloric add, and the precipitation repealed. The comhtnei filtrates are ^'aporaleh to 
‘hyncss wiili hyilrochloric acid, the residue treated, as already described, for the remo\al ot rare 
viirths and calcium and the e.stimation of uranium oxide. . „ 

When vanadium is also present, as in carnotile, the analysis is much more mtricatc. owing o 
'he neces-siiy of separating this con.stituent from the uranium. Melhods used h\ firms dealing m 
these ores will k found, in detail, in U.S. Bur. mnes, Bufl jo. 

Methods for the analysis of ferro'uwnium are given by W. Tmiitmann, Zei . gfi ■ •» 

'911,24,61. ' 
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Durinc. the past ten years increasing attention has been devoted to the utilisation 
of metallic vanadium and its salLs. P’irst, by reason of its utility in the production 
of special steels, and secondly on account of its being a by product in the manu- 
facture of radium from carnotite. 


Natural Occurrence 


Minerals containing vanadium are of fairly common occurrence, being frequently 
fiHiiid in arenaceous and other sedimentar)' rocks associated with other metaliio 
minerals such as tho.se of copper and iron. In spite of its frequent occurrence, 
however, ores of vanadium of sufficient richness to be of commercial value are 
somewhat rare. 

The most commonly occurring vanadium minerals are carnotite, patronite, 
roscoelite, and vanadinite. Of less imijortance are descloi/ite (a basic vanadate 
of lead and zinc), mottramite (vanadate of lead and copper), and pucherite (bismuth 
vanadate). Vanadic oxide is a minor constituent of many bauxites, iron ores, and 
sometimes constitutes a large portion of the ash of certain lignites, coals, and 
hituminous substances. 


Carnotite is a uranyl potassium vanadate and has already l)een descriljed imdcr Uranium 

p. 3^). . , • • • 4 

Patronite i.s a crecnish coloured sulphide of vanadium, which approximates in composilion to 
die formula vA 5 often occurring mixed wilh carbonncoous matter. It is frwuently found associated 
with pyrites and free sulphur. When calcined, it bums readily and loses alxiut 45 per cent, ol its 

■"Tight. The mineral has a hardness of 2.7 and a specific gravity of alx)ut 2.71. , ,, j- 

, Roscoelite is a muscovite mica in which a part of the aluminium has been replaced by vanadium, 
h occurs in minute micadike scales which may vart* in colour from green to brown, lli. specihc 
f avity Is usually aljout a.O. This is piobaWy the most important vanadium ore produced m tlie 
United States. 
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Vanadinite is a chloro-vanadate of lead to which the formula 9PbO,3V208,PbCl2 has beer, 
assigned. It would thus contain, when pure, 19.4 per cent, of vanadic oxide (VgOj). The mineral, 
which occurs in prismatic hexagonal cr}'stals, has a specific gravity of 6.67.1. It may vary in 
colour from ruby red to yellowish or reddish brown. 

Composition of Vanadium Minerals.— The chemical composition of typical 
samples of several vanadium minerals is shown in the following table : — 

Tabi.e XXV. 


i 

■ Formula. 

; Vanadinite,^ 
Arizona. 

Roscoelite.^ 



' Per Cent. 

Per Cent. 

Vanadic oxide 

VA 

18.64 

2S.36 

Arsenic oxide 

As.Oj 

i IVace 

Ferric oxide 

FegO^ 

0,40 

1.23 

Alumina 

AlgO., 


13-94 

Lime 

CaO 


0.62 

Magnesia 

MgO 


2.06 

Copper oxide 

CuO 

o.i8 


Lead oxide 

FbO 

77.00 


Pofasli 

KjO 

S.S7 

Soda 

Na »0 


0.92 

Chlorine 

Cl 

2.69 

Phosphoric acid 

P.O5 

0.72 


Water 



2.42 


Geographical Distribution of Vanadium Ores 

Probably at least 70 per cent, of the vanadium produced commercially is 
obtained from the ores occurring at Minasragra, about twenty miles from Cerro de 
Pasco, Peru. 

The vanadium here occurs in several mineral forms, amongst which may be mentioned a red 
calcium vanadate, which n»ay carry as much as 50 per cent, of vanadic oxide ( V’gO.,) and is found in 
small pocbets and crevices. A l)liie-black vanadium shale also occurs, which jnay carry as nmch as 
. 13 per cent, of vanadic oxide and 5 per cent, of siilj>hur. The princijxil vanadium-bearing mineral, 
however, is palronlte, which occurs m veins cnclosetl by porphyry dykes. An analysis of this mineral 
showed it to c<intain:~vanadkim sulphide, 39.94 cent. ; moIyUlenum sulphide, i.57 ; free sulphur, 
30.57. This sample, on calcination, gave a product containing 58.08 per cent, of vanadic oxide. 
Descriptions of these deposits are given by D. F. flewett, Trans. A>ner. Inst, Min. En^.^ 1909, 
40, 291, and W. !•. Ilillebrand, /wrr;/. Anter. Chew. Soc., 1907, 29, 1019. 

An interesting deposit of asphaltic material occurs Iwncath these patronite beds. It is very rich 
in sulphur, deficient in hydrogen, an<l contains from 2-3 per cent, of vanadic oxide. Several 
attempts have been made to work certain ol these asphaltic deposits for vanadium. Similar 
carbonaceous depo.sit.s occur in many localities in Peru, and also in the United States, in Oklahama, 
and Nevada. 

Roscoelite has been mined, in the United S^tes, for a numl^er of years, between Placerville 
and Newmire in San Miguel County, Colorado. It has been stated that these are probably the 
largest vanadium deposits yet locat^ in the United Stales. The ore as mined carries an average 
of about 1,5 per cent, of vanadic oxide, but as the deposits are large and easily worked the opera- 
tions can be conducted at a profit. For references to literature dealing with these and other 
deposits of vanadium in the United States see U.S. Bur. Mines, Bull. 70, p. 51. 

Vanadiiute deposits at Cutter, New Mexico, United SUtes, were worked for some time, but 
were recently al^andoncd owing to difficulties encountered in the metallurgical treatment of the 
ore (.see also F. L. Hess, U.S. Geol. Surv., Bull. 530, p. 157), The mineral also occurs, in the 
United States, in Arizona and California. In Mexico, it occurs at Villa Kosales, Chilmahua, 
Coyame, and Iturbide. 

In Spain, important deposits of vanadinite occur and Imve l>een worked near Santa Marta, 
E-stramaduras. The .sandstone ore is stated to contain an average of 3 per cent, of vanadic oxide 
which is raised to aljout 14 per cent, by concentration. These deposits have been worked for 
vanadium since 1899, and un to 1906 they supplied the greater part of the world’s requiicraents, 


^ Gcnth, Trans. Amer. Phil. Sac., 1885, 22, 365. 
* Roscoe, Ptor. Roy. Soc.^ 1876, 25, 109. 
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In Argentina, deposits of dcscloizite occur in the River Plate district, and these have been 
worked to a small extent. 

At one lime the preparation of vanadium on a laige scale was carried out near Manchester, 
England, from moltramite, which occui^, with copper ore, in the Keuper sandstone beds at 
Alilerley Edge and Mottram St Andrews, ChesJiire. It would appear, however, that the payable 
portion of the depasits was Worked oat some years ago and the mining discontinued. 

Deposits containing vanadium minerals also occur at the Wanlock Head Mine of Dumfries, 
Scotland, and in Portugal, Sweden, Russia, and Germany. 


Production of Vanadium Ore 

7 'lie availalrle statistics of the quantity and value of vanadium ore produced during recent years 
are shown in the following table 

Table XXVI. 



1 

) f 9 [o. 


1 

, I91I. 

1 igi2. 



Quantity, j 

Value 

Quantity. | 

Value 

Quantity. 

1 

Value i 


Metric Tons. ' 

£ 

Metric Tons, | 

£ 

Metric Tons. J 

i 

Argentine - 
Teru • 


mm 

M 


40 i 

150,000 1 

■ 1 3,131 , 

2,251 

215,000 

3.048 I 


Spain - 

• ; - i 

1 


.99 

2,860 

38 j 

730 


No statistics are available regarding the quantity of vanadium ore produced in the United States, 
as in the returns the ores are includetl under the heading “ Uranium and Vanadium Ore.” 


Extraction of Vanadium from its Ores 
The method of extraction employed on a commercial scale varies largely with 
the nature and richness of the ore. Usually, the difficulties encountered lie not so 
much in obtaining the mineral in solution as in the separation of the vanadium 
from other mineral substances whicli are dissolved at the .same time, such as 
oxides of uranium, aluminium and iron, and silica. 

The exLractinn proces.se.s may be DUgbly classified into (I) those involving the use of acids' as 
solvent?, (2I those employing alkaline solvents. In the opinion of many authorities, it is preferable 
to use the latter, where possible, as the alkaline vanadates, thus obtained, are less erratic in their 
bcliaviouf than are the vanadyl compounds, which result from treatment with acid. The relative 
merits of the two types of process are discussed by S. Fischer, Met. aud Chem. 1912, lo, 
469. In the following notes the descriplion of the extraction processes has been divided into sections 
— (i) aci^ extraction processes, (2) alkaline extraction processes, (3) methods of recovering the 
vanadium from the extraction solution. These are followed by an account of the manufacture of 
ferro-v.anadium from the compounds isolated. 

Acid Extraction Processes- — The Koenig method, as described in 
United States Patent, No. 986,180, is stated to be suitable for roscoelite, vana- 
diferous sandstone, and similar minerals. The crushed ore is treated with 
a 20 per cent, solution of sulphuric, hydrochloric, or other acid, in a rotating 
drum; the temperature being kept at about too" C, and the pressure at 225 lbs. 
per square inch. After undergoing this treatment for several hours, the solution 
is filtered and evaporated to a semi-solid condition. The salts are then heated to 
bright redness in order to expel the remaining acid. The solid residue of oxides 
and sulphates (if sulphuric acid were used in the first stage) is mixed with sodium 
carbonate, and roasted at a red heat in an oxidising atmosphere, with or without 
die addition of oxidising agents. 'The toasted mass \s next treated with hoiVmg 
water and then with carbon dioxide in order to precipitate any aluminium 
compounds present. 

In the Fleck method (United States Patent, 880,645, of 1908), as used by the 
American Rare Metals Co., of Denver, Colorado, for the treatment of carnotite and 
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Other vanadiferous ores, the finely crushed ore is treated with dilute sulphuric acid, 
which dissolves the uranium, vanadium, copper, and iron present. The clear 
solution is decanted and treated with sulphur dioxide gas in order to reduce the 
iron and vanadium compounds to the ferrous and vanadous slates. A calculated 
quantity of ground limestone is then added until the metals begin to separate. 
The solution is filtered from the precipitated calcium sulphate, and the precipitation 
of the metals completed by boiling the solution with more limestone. The pre- 
cipitate, thus obtained, which contains about 20 per cent, of uranium and vanadium 
oxides, is dried and shipped for further treatment. 

The process described by P, Auchinachic in English Patent, 12,726, of 1904, consists in treating 
the ore, for about two hours, with hot concentrated sulphuric acid to which a small quantity of 
sodium nitrate has been added. The acid solution, after cooling, is electrolysed, using iron 
electrodes, vanadic oxide being deposited. In English Patent, 22,422, of 1904, the same inventor 
obtains the suboxide by nearly neutralising the alwve .acid solution with sodium carbonate and 
boiling for some time. The pentoxide (V^O^) is obtained from this lower oxide by boiling it with 
sulphuric acid and sodium nitrate. 

Another acid treatment process has been described by J. Ohly {Osierr. Zeit. fiir Berg uttd 
Niittenweien, 1906, 54, 232). It is mtende<l for the preparation of ammonium vanadate from 
camotite-bearing sandstone. The finely ground ore Is treated for some time with cold hydrochloric, 
sulphuric, or nitric acid and then healed until all the vanadium compounds are dissolved. A pre- 
determined quantity of ammonium chloride is added to the solution, which is next evaporated to 
about one-third of its ljulk and left to stand over-night. The separated ammonium inetavanadate 
is recrystallised from a concentrated solution of ammonium chloride. A further crop of ammonium 
Vnetavanadate is oblaineti from the mother liquor by further evaporation. The final liquid is treater! 
with excess of sodium carljonate, Ixailed for Iralfan hour, the precipitate filtered off, and the uranium 
in the filtrate tfieii precipitated by the addition of caustic soda. 

In the Saklatwalla process (United Stales Patents, Nos. 1,020,224 and 1.020,312, of 1912: 
English Patent, No. 6,119, <^1 *9^2) the ore is extracted with dilute sulphuric acid and, after 
nearly neutralising the .solution, the vanadium is precipitated by atlding an oxitlising agent, such 
as ammonium persulphate, chlorine, or an oxy-acid of chlorine. 

According to U.S. Patent, 890,584, of 1908, ore containing uraniiiin and vanadium is treated 
with .sulphur dioxide under pre.s.sure and the clear solution then boileil to remove the excess of the 
gas. This latter treatment causes the precipitation of the uranium as l)asjc sulphite, and the 
vanadium is precipitated from the resnlual solution as calcium vanatlate by adding excess of cau.slic 
lime. 

Alkaline Extraction Processes. — In ihe majority of these methods the 
object is to produce soluble sodium vanadate, either by treating the ore with 
solutions of sodium carbonate or hydroxide, or by roasting it with sodium chloride. 
Almo.st without exception, the extraction of the vanadium is not complete, but in 
some cases it reaches 9c per cent, of the quantity present in the ore. Roasting the 
ore with sufficient .sodium chloride to form sodium pyrovanadate is covered by 
United States Patent, Syr, 280, of tpod. 

The Primes Chemical Co., of Newinire, Colorado, employ the following proce.'i.'; for recovering 
vanadium from roscoelite. Tlie ore is mixed with common salt, the mixture coarsely ground ainl 
dried until its moisture content is about i per cent. The caked material is ground to pa.ss a 20- 
mesh sieve and tlien roa.sted for three hours. The roasted ma-ss is next lixiviated with water und 
the vanadium precipitated, Sis ferrous vanadate, by the addition of excess of ferrous sulphate. Nn 
attempt is made to recover the small quantity of uranium present. 

In the Herrenschmidt process (French Patent, 328,421, of 1903) vanadinite is fused with 
an alkali carbonate, sulphate, or sulphide and carbon. In a later communication {Comptes reud., 
1904, 139, 635) the author descril>es the proces.s more fully. The vanadinite is smelted with sodium 
carbonate in a reverljcratory furnace, and thus are produced argentiferous lead and a slag carrying 
vanadate, aluminate, and .silicate of sodium, and ferric oxide. Air is blown through the slag in 
order to fully oxidi.se the sodium vanadate, and the mass is then granulated by pouring it into 
boiling water. The .solution obtained by agitating the fused ma.ss with two further quantities of 
• water contaias all the sodium vanadate, some .sodium .silicate, but no aluminate. To remove th*-* 
silicate, one portion of the liquid is evaporated to a syrup, sulphuric acid, 66“ B^., added to precipitate; 
aportion of the vanadic acid, and then the whole added to the unevaporated portion of the liquid- 
The solution Is next passed through a filter pres.s in order to remove the precipitated .silica (see 
French Patent, No. 334,333, of 1903, and United States Patent, No. 787,758, of 1905). Thesolution, 
which contains fairly pure s^ium vanadate, is es^porated to expel excess of sulphuric acid, and the 
residue, after wa.shing with water, con.si.st.s of fairly pure vanadic acid. The yield is stated to be 
from 92-95 per cent. 

The alx)ve process lias been employed on a large scale for treating the ore from the Santa 
aides of Spain. 
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In the Haynes and Engle process, as desaiiied in United States Patents, Nos. 808,839 and 
828,850, of the ore crushed to 12-nnesh is boiled with a solution of sodium or potassium 
carbonate until the uranium and vanadiuoi are dissolved. The length of time of boiling and the 
concentration of the alkaline carbonate solution are, to some extent, determined by the quantity of 
vanadium and uranium in the ore, and it is staled that for each I per cent, of these metals in the 
ore, about 100 lbs. of sodium carbonate are required per ton of ore. The clear solution is treated with 
sodium hydroxide to precipitate the uranium as swlium uranate, which is then removed by filtration. 
The vanadium is next precipitated from the filtrate by the addition of slaked lime. When used on 
carnotite ore, this process gave an extraction of al)Oul 80 per cent, of the uranium and 60-65 per 
cent, of the vanadium present in the ores. 

According to the process descril)e<] by A. II. Ferret {French Patent, No. 412,641, of 1901, and 
English Patents, 26,777, and 15,181, of 1911) tbe ore is roasted with an alkaline carbonate - 

and oxidising conditions maintained after the addition oT sodium nitrate. The fused mass is 
'granulated by Ireing run into cold water and thoroughly lixiviated. The solution, which contains 
all the vanadium, may be treated willi ammonium chloride so as to give ammonium metav'anadate 
or the vanadic acid may be precipitated by the addition of an acid. 

It was stated recently that a large works in France had been acquired by the Santa Marta Co., of 
Spain, in order to treat their ore by this process. 

In addition to the proces.ses already described for the separation of uranium and vanadium on 
a technical scale, that of W, F. Bleecker must l>e mentioned. As described in United States 
Patent, 1,050,796, the process consists in treating the alkaline carbonate .solution with sufficient 
fiotlium hydroxide to precipitate the uranium as a mixture of uranyl hydrate and sodium uranate. 
This precipitate, which contain.^ .some vanadium, is filtered, washed, dissolved in acid, and the 
solution treated with excess of sodium carbonate. The solution is then electrolysed, using anodes 
of any active metal, such as iron, nickel, or copper, the vanadium being precipitated on the anode 
as vanadate of the anode metal. When all the vanadium has l>een dcpo.sitcd the uranium in the 
filtrate may be recovered by one of the known methods. 

A method for extracting vanadium from copper vanadate is dcscrilietl by W. F. Bleecker in 
United States Patent, 1,049,330. 

Methods of Recovering the Vanadium from Mill Solution.— A 

number of the processes already described have included details of ihe method of 
recovering the uranium and vanadium from the extraction or “mill” solutions. 
These may be briefly summarised as consisiing in precipitation (i) as ferrous 
vanadate by nearly neutralising the solution, and adding ferrous sulphate; (2) as 
calcium vanadate by the addition of slaked lime; (3) by electro-deposition. 

In the first-mentioned process several difficulties may Ixr encountered, thus, according to W. F. 
Hleecker {Met. a>td Chem. Eng., 191 1, II, 501), sixlium .sulphate, formed by the interaction of the 
'Odium carbonate and ferrous .sulphate, is a powerful solvent for ferrous vanadate unless the ferrou.s 
'iilphate is pre.senl in considerable excess. A small amount of a colloidal compound is formed, 
'vhich causes difficulty in washing the precipitate, and loss of vanadium. Calcium vanadate would 
seem to suffer from few of the above objections. 

Electrolytic precipitation appears to possess .several advantages o\^r Ihe foregoing methods. 
In all hydro-electrolytic proces.ses v.-inadiuni is alwaj'S an anode product, and so, if ferrous 
vanadate is required, the nearly neutral solution containing the vanadium Is electrolysed, using 
iron anodes and cathfides of almost any metallic substance. A polenlial difference of about 
4 vults i.s maintained l)ctween the electrodes. As a rule, any impurity present in the solution is 
found, in part at least, in the final proilucl. For a discus-'ion of the process, see W. F. 
bleecker, loc. tit. 

Vsinsxlic Acid may be prepared from the solution of sodium vanadate by 
treatment with acid a.s already described, but this process does not precipitate all 
the vanadium; some 10 percent, remaining in solution. An electrolytic process, 
described by W, F. Bleecker, takes advantage of the difference in solubility of sodium 
vanadate and vanadic acid. 

The solution of .sodium vanadate, which must not contain chlorides, is heated to 90 C., and 
then made slightly alkaline with sodium carbonate. The clear liquor is decanted, evaporated to 
30° Be., when it will contain about 200 g. of vanadic acid per litre. ^ This solution is transferred 
to a jKirous pot, and electrolysed in a coropartinent cell, the liquid in the outer jar being water 
containing a little lye. A platinum anode is used, whilst the cathode may consist of iron or 
copper. A potential difference of 6-8 volts is maintained together with a current density of 
30 amperes per square foot of anode surface. The effect of the current is to cause the sodium 
inn.s to travel to the outer vessel, leaving vanadic acid in the inner porous pot. As this salt is 
less soluble in water than is sc^iuro vanadate, a portion of^ it is precipitated. The product 
•obtained, in this way, is easily filtered and washed, and contains about 90 P®*" cent, of vanadic 
oxide (VjOj). Mineral acids seriously interfere with the efficiency of the reaction. * 



380 


INDUSTRIAL CHEMISTRY 


The oldest process for obtaining vanadic acid is that of preparing ammonium 
metavanadate, and then driving off the ammonia by heating. 

When dry calcium vanadate is treated with hot hydrochloric acid, red vanadic 
acid separates out, which can be washed with dilute acid and water. 

The product alu'a\-s contains some lime salts, and a considerable quantity of hydrochloric acid 
is present as vanadyl dichloride. If the material dried and fused a practically pure sample of 
vanadic oxide (V.^O,,) will be obtained. 

Metallic Vanadium may be produced, according to G. Gin {Elektrochem, and 
Met. Ind.s 1909, 7 , 264), by the electrolysis of a solution of vanadium trioxide 
(WiOg) in fused calcium vanadate. 

The lining of the hath in W’hich the electrolysis is performed is pure electrolytically fused 
alumina. The anodes are composed of carlwn. whilst the cathodes are conical in form, and 
consist of pulverised and agglomerated ferro-vanadium. A current density of about 4.5 amperes 
per square inch of anode is recommended. 

The metal may also be prepared by the alumino-lhermic method (see W. 
Prandtl and R. Bleyer, 7 .eits^ anorg. Chew., *909> 641 217, and Ber.y 1910,43, 
2602, and R. Vogel and 0 . Tammann, Zeiis. anorg. Chem.y 1909, 64, 225). 

Ferro-Vanaditim. — 'I'he processes available for the production of this 
substance are the reduction of ferrous vanadate, calcium vanadate, or the oxides, 
by means of (r) carbon in the electric furnace; (2) the alumino thermic process. 

Alloys produced by the first method usually contain sumewh.it large amounts of carlion (1.5-6 
per cent.), which renders the alloy objectionable for certain uses in the steel industry. 

Fur the alumino-thermic prf»ccss, it ha.s l)een stated that the lower oxide (^'oO;|) i.s more 
suitalile. The majority of the ferro-vanadlum now on the market contains from 25-50 percent, 
of vanadium. 

In tlie (iin eleclrolytic process for the production of ferro-vanadium from 
vanadic acid, as described in /jits. Elekirockm.. 1903, 9, 83 r, electrodes pre- 
pared from a mixture of vanadic acid and retort carbon are used as the anode in 
a bath of fused iron fluoride dissolved in fused calcium carbide, whilst fused steel 
constitutes the cathode. 

In French Patent, 340,413, of 1904, the electrolyte is composed of fused calcium fluoride, bat 
iron lluoiide is a}s<.> added, as the tiecom posit ion of this latter substance assist.s the pri>cess by 
regenerating llic electntlyte at the expense i»f the anode. 

In a later communication {Pioi. jth Infer. Con^. Appl Ctieiii., 1909, Sect. 10, p. 10) the same 
inventor suggests the use of vana<Hc acid <lissolvcd in fusc<l calcium fluovanadalc, A carlxui anode 
i.s used, whilst the c.ith^Kies consist of agglomerated carUm and vanadic acid a.s before. A current 
den.sily of 0.7 ampere per square centimetre of anode surface i.s stated to be the most suitable. 

Ferro-vanadium may lx- prepared, acconling to Uniied States Patent, 866,561, of 1907, by 
pas.'5ing an electric current through a bath of molten ferro silicon and vanadic oxide in calcubitcd 
amounts. 

According to United Slates Patent, 875,208, of 1907, ferro-vanadium is prepared by mixing tlif* 
oxide with the calculated amounts of iron and carbrm and passing a current through the charge. 

Composition of Vanadium Alloys.— As already stated, ferro vanadium made 
by the reduction of vanadium compounds by means of carbon contains from 2 0 
per cent, of the latter element, and has not the same utility, in the steel industry, 
as those allo3's with under t |jer cent, of carbon. 

The reason {oi this is slated to l>e that vanadium readily cotnbine.s with carbon, to form a 
carbide which is a stable product and passes into solution in the steel without decomposition, and 
is stated, therefore, to be of much less value for use in the .steel industry. 

The melting point of a ferro-vanadium, practically free from other elements, and 
containing 40 per cent, of vanadium, is about 1,480’ C. I’he melting point becomes 
gradually lower as the amount of vanadium is decreased until 35 per cent, is 
reached, when it remains stationary at 1,425’ C. until 30 per cent, is attained. 
From this point, as the vanadium is decreased to 25 per cent., the melting point 
gradually rises to about r,45o° C. 

Most firms supply several grades of ferro-vanadium, of dififerent vanadium 
content. 
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The amounts of ceitain elements in commercial ferro-Fanadium are shown in the following 
table : — 


Table XXVII. 



I'er Cent. 

Per Cent. 

Per Cent. 

J'er Cent, 

Per Cent. ! 

Vanadium 

Silicon - ■ • ■ 

Carbon • ■ • - 

Aluminium - 
Manganese • 

; 20 to 25 

j. 5 to 3 .o 

4 to 6 
Below 0.05 

6 to 8 

25 to 30 
Eelow 2.0 
0.25 

Below 2.0 

30 to 40 
Below 2.0 
0.25 

Below 2.0 

35 42 

Below 2.0 
0.25 

Bdow 1,0 

30 to 40 

1 L03 


Cupro'vanadium may have the following [rerceniage composition— vanadium, 10-15 ; cup^icr, 
60-7OJ aluminium, 10-15 ; nickel, 2-3. 


Utilisation of Vanadium and its Salts 

At least 90 per cent, of the vanadium extracted is utili.scd in llie form of its 
ferro alloy, in the steel industry ; a use which has gradually increased daring the 
past ten years. A very complete account of the use of vanadium and its alloys in 
steel-making has been given by J. Kenl-Smith {Journ. Soc Chem. Ind., 1906, 25, 
291). Briefly summarised, the effect of vanadium on steel may be stated as being 
to increase the elastic, limit and ultimate tensile stress without reducing the ductility. 

It is chiefly cnijilovcd in coniicciion with ihc matiufaclure of cluomc, mangaticsc, open hearth 
and high speed tool sleds, Udiig Lspccially useful in the production of steel required for use in the 
runstruction of motor ctrs, steel shafts, locomotive axles, rock drills, and similar work subject to 
sliock. Vanadium is statc<l to toughen steel in several ways, such as (i) by causing any oxides and 
nitrides prcsenl in the steel to psrss Into the slag; (2) the metal passes into solid solution in the 
ferrile or carbonless portion tif the steel remlcring the meiat more coherent and less liable to dis- 
irit'griitiun. The ijitaniity of vanadium required for the first-mentioned effect rarely exceeds 
o.i per cent, of the weight of steel treated. 

The total quantity of vana<lium added to ordinary engineering structural steels usually amounts 
to .ihoiii 0.25 per cent., whilst as much as 2.0 per rent, may Itc added to high quality tool steels. 

Knr further details see J. 0 . Artrold an<l A. A. Kead, Tnun. Imiumi Skd I/isL, 1912, 85, 
215: I’, W. Shinier, 7 'rtins. Amcr. lust. Mfu. Eu^., 1912, 883. 

Copper- vamadium alloys are utucli used in the production of solid copper castings and bronzes, 
as well as in tlie nianufacuirc of ccriaia ahiiuinium alloys. 

A number of uses have been suggested for vanadium compounds, but it would 
apjiear that few of these demand any large tjuaniity of iiialeiinl. 


In Photography, vanadium salts have been used for toning silver-bromidt- prints to a green 
colour. According to German Patent, 215,071, of 1909, and U.S. Patent, 979,887, of 1910, when 
500 g. of litpiid van.adiuni chlorkle are mixed with 1,310 g. of anhydrous <»xalic acid, a .solid 
product is obtained which may be compressed into tablets and is readily soluble in water. The 
boning hdth is prepared by dissolving 3.8 g. of this product leather with 1.5 g. of anhydrous 
oxalic acid, I g. of ferric oxalate, and i g. of potassium ferricyanide in one litre of water. 
Tlie photographic properties of vanadium sails .arc discussed by L. Lumiere in Monileur ScicnlifjqHi:, 
1S94. 42, 437. 

The Use of vanadium or its alloys in place of lead in Accumulators has been patented (French 
Patent, 357,601, of 1905), and in the same .specification it is mentioned that solutions of vanadium 
may replace sulphuric acid in accmnnlalors. 

Vanadium salts have been used for colouring pottery and glass, and the penlo.xide (V^j) has 
Wen suggested for use as a “gold bronze.” 

Vanadium s.ilts are employed as mordants, for fixing aniline black on silk, and in calico printing. 
Ike Use of amnronium vanadate in dyeing leather Ls described in fonni. .V<v. them. lud., 1882, 
L 185. ♦ 

^Vlien solutions of vanadium salts are mixed with tincture of galls, a deep black colour is 
pfwluced, and it has been suggested that the solution might be employed as a writing ink. It has 
kftn shown, however, that although the colour is unaffected by acids, alkalis, or chlorine, it is not 
permanent. 


As Catalysts, oxides of vanadium may be employed in the electrolytic oxidation and reduction 
Certain organic compounds (see French Patent, 345 * 7 °G I 904 )- ft is also slated to accelei^e 

'^fdiiiary oxidation (see A. Neumann, L Mocser, and E. Lindenbimm,yi?«/«. prakt. thcm.y 19^ 
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75, 146). Vanadium carbide has, been su^ested as a iilament fur incandescent electric lamps 
(English Patent, 19,264, of 1905). In medicine, pertain vanadium salts And a limited use. 


Chemical Analysis of Vanadium Ores and Alloys 

Space does not permit of an account being given of a method for the analysis of complex 
vanadium ores, but the following “ Rapid Method for the Determination of Vanadium in Ores,'’ 
as given in Uni/cd ShUes Geol. Suft‘e}\ Bull. 70, p. 90, maybe of service. It is suitable for ores 
which are readily attacked by acid. 

Treat 2*5 g. of the ore in a l6-oz. Erlenmcycr flask with 20 c.c. of hydrochloric acid 
(sp. gr. 1.20), and warm for half an hour. Add 20 c.c. of water and 20 c.c. of sulphuric acid, 
and evaporate till fumes of sulphuric acid arc liberated. While the mixture is hot, add powdered 
potassium permanganate, a little at a time, until all organic matter is oxidised and an excess of 
permanganate is present. Heat for a few minutes, cool, and add 25 c.c. of water and a few drops 
of a strong solution of potassium permanganate to enstue complete oxidation. Add 50 c.c. of 
hydrochloric acid (sp. gr. 1.20), and evaporate as rapidly as possible, without causing “bumping,” 
until the hydrochloric acid Is expelled and sulphuric acid fumes are evolved. Continue the fuming 
for ten minutes. Cool, add a little cold water, dilute to 250 c.c. with boiling water, and determine 
the vanadium by titrating the hot solution with a standard solution of potassium })crmanganate. 

In most cases it is unnecessary to remoA’e the insoluble mailer ; sometimes, however, it is 
advisable to do so. Place, the ore in a Ijeaker, add 10 cc. of hydrochloric acid and 5 c.c. of 
sulphuric acid, evaporate till fumes of the latter are liberated, take up with water, and Alter into the 
flask. Then add 15 c.c. more sulphuric acid, and proceed as above. 

If arsenic and .molybdenum are present, they maybe removed from the dilute sulphuric acid 
solution before flUratioii by precipitation with sulphuretted hydrogen- 

Success with this method dcf.'ends upon complete destruction of the organic mailer and complete 
o.xidation of the iron, etc., by potassium permanganate. Some vanadium ores contain much 
organic matter. In treating these the sulphuric acid solution should be heated longer, and several 
cautious additions of powdered potassium permanganate should be made. In some cn>cs 
preliminary calcination at a low ten)|)eraturc will save lime. Several other methods are also given 
in the above-mentioned bulletin. 

A comprehensive account of the analysis of vanadium ore.s of all types j.s given by W. I'. 
Blcecker in A/el. and Ckem. £f/g.. I9llt9, 209, whilst the methods suitable for ferro-vanadium 
are discussed by W. W. Clarke, A/el. and Chem. Eng., 1913, tl, 91. 

Thanks are due to the International Vanadium Co., of Liverpool ; The American Vanadium 
Co., of Pittsburgh, U.S.A. ; and The Primes Chemical Co., of Jbimos, Delaware Co., U.S.A., 
for supplying certain information concerning the uses of vanadium sails and alloys. 
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^'6.588, 1910; 418,455, 1909; 429,368, 1911 ; 44^,336, 1912; 440,127, 1912; 440,236, 1912; 
■135^89, 1913. 459,081, 1913: 456,990, 1912; 466,015, 19131 466,850, 1913; 467.330, 19 I 4 - 

6Vr/«<i«._226,8o4, 1909; 264,901, igwj 256,666, X912; 269,541, 19111 269,692, 1912; 

“74.874, 1913, 
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INTRODUCTION 

History. — The discovery of X-rays by Ronigen in 1895 called attention to the study of other 
obscure radiations. Becquerel, between 1895 and 1903, discovered the fact that uranium salts gave 
invisible rays which affected a photographic plate in the dark. In 1898 G. C. Schmidt and 
Madame S. Curie discovered that thorium salts acted in a similar way, and this led to the 
discovery of the radioactive elements, polonium and radium. 

In 1902 Geoffrey Marlin [Ckem. News^ 1902, 85, 205) put forward the theory that the radio- 
active elements .ore elements undergoing decomposition— the theory now universally accepted but 
received at the time of its publication with open ridicule. Rutherford and Soddy, later in the 
same year, adopted tlie same view, which was put on a firm experimental basis by their classical 
researches. The evolution of helium from radium was first proved by Ramsay and Soddy in 
1903. Radium emanation was first recognised as a gas by Rutherford and Soddy in 1902. 
Fajans, Russell, Fleck and Soddy in »9I3-19«S established the position of the radioactive elements 
in the periodic .system. 

There are few department of technical chemistry that have been more 
neglected in Great Britain than technical work in connection with the radium 
industry. Part of this neglect has its origin in the reception given by .some 
prominent chemists in England to the chemical aspect of the pioneer work on 
radioactivity carried out by Rutherford and his colleagues in i90i and the 
jears that followed. The subject was regarded in many ijuarters as fantastic, 
speculative, unsafe, and of no importance, and it was generally taken for granted 
that any work that might be done in it could be conveniently left to phj'sicists 
who possessed a knowledge of inorganic chemistry. The second and more 
important reason has been the great difficulty of obtaining in this country, either 
cheaply or in any quantity, the raw material from which tlie more important 
radioactive constituents could be worked up. The uranium ores are by no 
means plentiful iti amount, and ate only found in certain parts of the world. 
-Again, immediately after its discovery radium was surrounded by a halo of 
romance by the pre.ss of England and the Continent. A substance which had 
hitherto been of theoretic interest only, and of little use practically, was then 
declared to be a body likely to be of the highest practical value in the future. 
This speculative pronouncement had the effect of jtreventing worker.s from 
putting it to any practical use. The fortunate po.s.se.s.sors of the raw material 
from which this substance could he extracted did what most people do with 
a thing that attracts general attention, they proceeded to make as much money 
out of the material as they could .so long as it held the public mind. 'Hie 
result has been that the prices of taw material and of purihed material alike have 
risen continuously, until at the present time only those who have large sums of 
money at their back are able to obtain possession of it. 

Radium, mesothorium, or any other radioactive substance should never be 
bought without a guarantee as to its genuineness, its purity, and its amount. 
This can now be easily obtained at the National P|jysical Laboratory at 'redding- 
ton, in England. 


RADIOACTIVE ELEMENTS 

It is necessary, for the better understanding of what follows, that a short account 
be given here of the theoretical work on radioactivity, in so far a.s it is necessary 
to explain thing.s of a technical nature. The reader is referred to Rutherfords 
book for a full account. 

Radioactivity is an atomic phenomenon. The radioactivity of a radium atom, 
for instance, is due to the element, radium, itself, and to that alone, It is iu a® 



INDUSTRY OF RADIOACTIVE SUBSTANCES . 385 


way increased or decreased wten that element is chemically combined with other 
j diminished nor increased m the least degree by subjecting 

the body to any change of pressure or of temperature. Radioactivky is due to 
the expulsion of certain radiations, which are conveniently grouped under three 
heads according to their penetrating power. The least penetrating of the three 
is the fl*pErtlClCj or, as it was formerly called, the a-ray. * 


This radiation or particle possesses Iwo pasilive charges of electricity, and is expelled by different 
radioactive atoms with different velocities, all of which, however, are of the order of one-tenth of 
the velocity of light. This particle has been definitely proved to have an atomic weight of about 
four, and is indeed a charged atom of helium. 


The most penetrating radiation is called the y-ray. y-rays are of the same 
nature as X-rays, but many of the y-rays, though not all, expelled by radioactive 
bodies, are much more penetrating than any known X-ray. 

The most penetrating y-rays, namely, those from mesothorium, thorium D, and from radium C, 
are so penetrating that more than a centimetre of lead is required to reduce the radiation to half 
its value. The intensity of the radiation is reduced in geometrical progression, as the thickness 
through which it ha.s to pass is incre.ased in arithmetical progression. Thns, if a centimetre and 
a half of lead reduce a radiation to 50 per cent, of its former intensity, three ceminietre.s will reduce 
it to 25 per cent., four and a half cenlimelres will reduce it to 12J per cent., and so on. It is thus 
possilile to detect the y-tays from radium after they have passed through twenty centimetres of lead. 
Other bodies absorb these penetrating rays directly in proportion to their density. Thus, aluminium 
has roughly one-fifth the density of lead. Therefore a sheet of the latter metal must be five times 
the thickness of one of the former in order to produce an equivalent reduction in the strength of 
a given radiation. 

The rays of intermediate penetrating power are called /3-rays. They are of 
the same nature as the electron-s or cathode rays which are produced in a vacuum 
tube by a discharge, 

They posse:,s one negative charge of electricity, and .trc expelled with a velocity varying in 
magnitude from about 20-99 per cent, of the velocity of light. They are able to penetrate up 
to about three millimetres of aluminium, and proportionate thicknesses of other metals and bodies. 

There are at present considerably over thirty bodies which expel one or more 
of the.se three types of radiations. Kach of these bodies is an element with 
definite chemical properties, and with an absolutely definite existence. 

\ radioactive element differs in no way cither in its chemical or physical properties from 
ihihc of any common element. It possesses, however, in addition, one property which common 
elements do not po.ssess, namely, that in a given inlerv.il of lime a certain definite proportion of the 
total number of atoms of the radioactive element bre.vk up or disintegrate with the expulsion of a, 
or 7 rays. It is the Atom which disintegrates. The atom, after the expulsion of the radiation, 
'!• obviously different in nature to what it was before. It is a new atom, and the whole of the atoms, 
'vhich are the resultant of this expulsion, form a new element. This may be made plainer by taking 
actual case. The atomic weight of the element, uranium, is 238-5. In any given interval of 
time a definite percentage of the total numlicr of atoms of uranium present disintegrate. The 
mdiation expelled in this case is an a-particle, which has an atomic weight of 4. The resultant 
atom is entirely different in nature from the uranium atom. It is to be expected that a dis- 
turbance inside the atom itself, which has resulted in the expulsion from it of a panicle of this 
■Hiigniiude, has disarranged the structure of the atom sufficiently to give it different chemical and 
pf^ysicvl properties. ’I’he atomic weight of the new atom is also four units less than the parent 
In this particular case the resultant atom is called umnium X. Its atomic weight is 234.5, 
its chemical properties resemble very closely those of thorium. It is therefore easily separated 
fiorn uranium. 

Every radioactive element except uranium, thorium, and actinium is the resultant 
or product of some one radioactive element, and every radioactive element is the 
P^trent of .some one other element, 
vok. 11.-25 
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Uranium, thorium, and actinium are called primary radioactive 
bodies. They are not the products of any element known. They form the 
heads of the three disintegration series of radioactive bodies. 

A disintegration series is simply an arrangement of elements in which every body is the 
product of the one coming before it, and the parent of the one following it. 

The four things which are of interest in any radioactive body are — 

(1) What U its period 0/ average lifel 

(2) What type of radiation does it emit ? 

(3) Into what body does it disintegrate t 

(4) What are its chemical properties 1 

The first of these require.s some explanation. It has Wen slated al)Ove that in any interval of 
time a definite fraction of every radioactive liody disintegrates forming a new body. This fraction 
is different for each body. 

If I be the number of atoms of any disintegrating body originally present, 1 ^ the number after 
a time t has elapsed, I and I^ arc connected by the equation— 


lc« I - lc« I 

i.t., 

•434^ 

X is the disintegration constant. It is alway.s determined cxixirimentaliy. ^ is called the 

period of average life i:f the atoms of the body. 

Any body which disintegrates or decays according to llic equation above does so at such a rate 
that at the end of a certain interval of time there is onc-half of the number of atoms present which 
there were at the commencement of the interval. This interval is calJcd the half-value period. 
The period of average life of arty body i.s 1.443 half-value ]>eriod. 

In the following tables are tabulated the mt'mbcr.s uf the three disintegration 
series, the radiations emitted by them, their j)eriods uf half-value, and their 
chemical properties, 'i’he chemical pro[)erties are for shurlness e.\pres.sed in terms 
of those of common elements. 


A. Tjie Ur.vnium Series 


Name of Llemeni. Symbol. En'iiued” ' 


Uranium i 
Uranium N’l 
Uranium Xg - 
Uranium 2 
Ionium - 
Radium - 
Radium emanation 
Radium A 
Radium B 
Radium C 
Radium D 
Radium K 
Polonium 


Uri 

a 

UrX, 

y 

UrX. 

P>y' 

Ur2 

a 

lo 

a 

Ra 


RaEm 

a 

RaA 

a 

RaB 

i /ff7 

RaC 

o* fl, y 

RaD 

fi.y 

KaE 


Po 

(t 


i 5x10" years 
i 24.6 days 

T. 1 5 mins. 

Al»out 10* years 
About 2 X years 

2.000 years 

i 3.S5 days 

3.0 mins. 

26.8 mins. 

19.5 mins. 

16.5 years 

I 5.0 days 

\ 136 days 


Common Body 
Possessing Chemical 
Properties Most 
Similar. 


Uranium 

Thorium 

Tantalum 

Uranium 

Thorium 

Radium 

{In-*rt gas) 

Tellurium 

Lead 

Bismuth 

Lead 

Bismuth 

Tellurium 
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B. The Actinium Series 






Common Body 

Name of Element. 

Symbol. 

Radiation 

Emitted. 

Half- Value Period 

Possessing Chemical 
Properties Most 





Similar, 

Actinium 

Act 

None 

Unknown 

Lanthanum 

Radio aciiniuin 

RaAct 

0, V 

19.5 days 

Thorium 

Actinium X • 

ActX 

a 

10.2 days 

Radium 

Actinium emaimlion 

ActEm 

a 

3.9 secs. 

Radium emanation 

Actinium A 

Act A 

a 

0.002 sec- 

Telluiium 

.Actinium B 

ActB 


36 mins. 

Lead 

Aciinium C 

AetC 

a 

2.1 mins. 

Bismuth 

Actinium D 

ActD 

ft 7 

4.71 mins. 

Thallium 


C The 'I'horium StRii-:s 


i 



: 

Common Body 

Name of Element, 

Symbol. 

Radiation 

Emitted. 

1 Half-Value Period. 

Possessing Chemical 
Properties Most 




i 

.Similar. 


Th 


1 

t .About 1.5 • lo'^'ycars 

Thorium 

.Mesoihoiiuni i 

MsThi 

None. 

! S-sytars 

Radium 

1 

Mesothorimii 2 • ; 

M.sT]i2 

ft 7 

i 6.2 lu.s. 

( Aciinium and 
[ Linthanum 


RaTh 

1 a 

2 venrs 

Thorium 


TbX 

a, ,i 

: J.65 days 

Radium 

Thorium emanation • ' 

ThEin 

a 

1 54 secs. 

Radium emanation 

Thorium A 

ThA 

a 

I .14 sec. 

Telluiium 

Thorium B 

ThB 

ft 7 

•0.6 brs. 

Lead 


The 

«. /i. 7 

1 60 mins. 

Bismuth 

Thorium D 

ThI) 

T 

3. i niin.s. 

Thallium 


0j5v or iwu alteraltons (*f a minor dwracler wojiUl require lo l>€ uia<lc in the above tables to 
U'pfcscnt [lie present stale of knouk’dyc. llie omissions relate to branch products. Tliese 
piuducls, liowever, arc of no practica! intcrcsl. Each body dcscriM above is the parent of the 
hmly following it in the table. 

I'ACept in the case of thorium A and actinium A, the chemical properties of 
all tlie radio-elements have been clclcrniined e.xpcrimentiiliy. A rule has also been 
hmnd (Soddy, Chm. Ntn% 1913, vol. 107, p. 97) by means of which, from a 
knowledge of the chemical projierties of an element, and the radiations expelled 
1))' it and by all its products, the cbemical properties of any subsequent member 
0^ its disintegration series can be predicted. These predictions in every case 
^j^iee with the experimental results. It will be seen from the tables that radium 
B, thorium B, and actinium B are all described as being similar in cliemical 
[nojjcriies to lead. 

I hc properly of radio-elements, Ixing very similar in chemical properties to common elements, 
h one of the most extraordinary phenomciw in the subject, but it is a thing that greatly simpunes 
dicmical work- Thorium B, for inslmice, is so similar to lead that there is no kno" n method of 
■''^pai iuing one from the other, or of even concentrating one in a mixture of ixUh tn the least degree, 
^0 separate thorium B from other radioactive bodies, therefore, one requires only to add a trace of 
to the active solution, and separate the lead by ordinary metb^s. It will be found that thorium 
h is separated quantitatively with it, 'and is free from all other radioactive booie.s e.vcepl those which 
ihe same chemical properties as lead, or which have grown from the thorium B between the 
bmv of separation and tne lime of examination. The same principle can be applied to separate 
°dier radioactive elements. 

A body is said to be in tquilibrium with its product whtn the ratio of the 
of the product to that of ike parent hod)' remains constant 7 vith time. In 
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such a case the amount of the product produced by the transformation of the 
parent substance in any time must equal that transformed into a third body. If a 
product be wholly removed from its parent substance, it grows again in the parent 
body according to an exponential law with the time which is independent of the 
period of the parent substance (unless the period be very short), and depends on 
the half-value period of the product grown. 

Thus if radium emanation be removed from a solution of radium it decays to half value every 
3.85 days, that is to say in 7.70 days there is only 25 per cent, of the original quantity of emanation 
left, after 1 1.55 davs only 12^ per cent., and so on. But in 3.S5 days 50 per cent, of the equilibrium 
quantity of radium emanation has formed again in the radium solution, 75 per cent, in 7 70 days, 
87^ per cent, in ti.55 days, and so on, the rate at which the emanation forms in the solution 
depending only on the half-value period of radium emanation and not on that of radium itself. 


Radioactive Bodies of Technical Importance 

It Is dear that only bodies of reasonably long periods can be of technical 
importance. These are radium, mesothorium i, radiothorium, radium I), 
polonium, and ionium. * 

It will be noticed that four bodies of long period have been omitted, vj,: . 1 ranium i and 
uranium 2, thdrium and actinium. The reason for the omission of the first Ihiec i - 1 at they are 
too inactive to be of importance, that Is to say, the proportion of the number of Uttn i of any of 
these bo'.lies breaking up per hour to the total number is so small that ihev are of no p a.lical use. 
The reason for the omission of actinium is due to the fact that no one lias jel sui.r..\:ecl in con- 
centrating it from the large mass of lanthanum which as.sociates with it in the proce.ss of separating 
actinium from a mineral. Were this possible, actinium wouUl Ik* a l>ody of some technical iinportance. 

The second and third of the six bodies named al)0^'e beb.>ng to llie thorium 
series, tlic other four to the uranium series. 'I'he sources of these six bodie.s are 
therefore the sources of the two elements, thorium and utaniuni. 

Sources of Thorium 

The chief sources of the element thorium at the present time are the monazite 
sand depo.sits of Brazil, Travancorc, and North and South Carolina (see under 
Thoriutn, p. 292). Practically the whole of the thorium used for making incaii- 
de.scent gas mantles is extracted from ore from these sources. As these are tlie 
best and cheapest sources known at present for this industry, they must also l)e 
the best and cheapest sources for meSOthodum and for radiothorium. 

The preparation <»f these bxlio is, therefore, a bv-prexiuct in the thorium inuiisln, and 
anylxxiy engaged in .separating thorium on a large scale can, by performing a few more chemical 
operations, prepare at the same lime preparations of the-se radioactive hotlies. 

There is another source of ixiesothonum, but it can be used only for tlic 
production of small jireparaiion.s, and that is the mineral thorianite. 

Thoriailite i» a mineral found in Ceylon, containing alroul 70 ])er cent, of Th 0 .j and ai-out 
10-30 per cent, of U;jO„ and oxides of other rare earths (see p. 296). Were this mineral lo be >"ld 
in the market at a cheap rate it would l>c the best source of all these bodies, for it is much more 
easily worked up than monazite sand. There is, however, only a small quantity of this mineral m 
e.xistence, and therefore it cannot l>e used to extract preparations on a commercial scale 

As the thorium industry has been dealt with in a separate section of tins 
work (p. 291), it is not proposed to deal further with it here. This can be said, 
however, that as long as the supplies of monazite sand are available, and there is 
no sign at present that they are approaching exhaustion, so long will quantities oi 
mesothorium and radiothorium be obtainable as by-products in the industry. 


Sources of Uranium 

The natural occurrence of uranium ores has already been considered (see p. 3 ^?^’ 
and it will only be necessary to con.sider here a few details of special intere.st m 
connection with the radium industry. 
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The original source of uranium, and therefore of radium and the other radio- 
active bodies of the uranium series of technical importance, was the pitchblende 
mines of St Joachimsthal which are owned and worked by the Austrian 
Goveniment. 

Pitchblende has been the most fruitful source of radioactive materials up to the 
jrresent, and most of the radium now in use has Irccn extracted from this ore. 
These deposits are now alleged to be worked out. 

Originally lliis ore wa.s sold ai such a price that after allowing fur the cost of e.vlraction of 
radium, the radium rould Ikcsold at less than los. per milligramme of radium bromide. Gradually, 
liowever, the price of the ore rose, till at the present time a milligramme of radium bromide co.'ils 
about £1^, though as is \\ell known the actual cost of extracting rarlium on a large scale from a 
high grade ore, .such as thiU obtaiocxl from the Austrian mines, does ml exceed 5^. per milligrawwe. 

With the gradual exhaustion of the St Joathimslhal mines, and the difficulty 
people had in obtaining, for any money at all, radium from the Austrian Govern- 
ment, a general search was made over the world for new deposits. The mo.st 
fruitful source has he^n located in America, and it looks at present as if there and 
there alone is a chance of obtaining radium and other products in sufficient 
quantities to meet the demands of ihe world. 

The Cornwall mines of England have been described as being good sources 
of radium, and two oom|-»nies have been formed to extract this sub.stance from 
them. It must be (:ot)fessed, however, that the results have been disappointing 
up to the present. 

Quantities of a mineral called Autunite (p- 370) were recently discovered in 
Portugal. Autunite is a phosphate of calcium and of uranium of great purity, 
when freed from the gangue with which it is associated. Much of the radium in 
equilibrium with the uranium, however, has been washed away from it by percolating 
water. 'I’here is ivt t.-vidence that anything more than a few Inindred milligrammes 
of radium bromide fiave btien extracted from this source. 

'Hie mo.st imi>ortant ore in America, and, indeed, the most important and 
most fruitful tire tif radium known at the present lime, is Carnotite (p- 3^9)* 

It must be understood that the extraction of uranium ores on a large scale ha.s 
onl)- just commenced in the United States. Until a year <ir so has elap-sed, it will 
ntit be [K)ssifjle ftir anyone to say definitel)' what ([uanlily of radium can be extracted 
from these mines. At present we arc (xmfined to estimates made by experts on 
the spot. Officiai.s from the Bureau of Mines have declared that there is enough 
ore in Colorado to produce at least 180 g. of pure radium. Ibis is the lowest 
e.stimate of all. Others have {>Iaccd the figure as high a.s yoo g. 


The Manufacture of Radium 

Until recently the manufacture of radium has been carried on in France, 
Oermany, and in Austria. Kveu the ore obtained from the Cornwall mines was 
mostly shipped to France to be worked up. In America and Australia radium 
is now being extracted. 'I'he essential methods of treatment are of course well 
linown, and all that is required is the adaptation of these to the mineral carnotite, 
a mineral which is easier to work up than pitchblende. 

A National Radium Institute, liaving a right to work certain claims in Denver, is already (1913) 
it work in conjunction with the official Bureau of Mines, and already ic» ions of high grade 
wrnoiite ore have licen mined. A great deal of ore, however, is siill l)eing exported to the 
Continent, and there is at present so great a demand for it that carnotite ores, containing as little 
is one per cent, uranium oxide, find a market on the Continent. 

The Curie-Debierne Process of Radium Extraction. — In extracting 
radium from any uranium ore, the most important operations are the separation of 
1^6 mineral proper from the gangue and impurities which are mined with it, the 
Solution of the mineral, the .separation of the radium with the barium of the mineral 

sulphate, and, lastly, the fractionation of the- barium-radium product to obtain 
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pure radium. The first of these is effected by mechanical or other means, which 
need not be discussed here. The reagent for effecting solution of the mineral 
depends on the particular com|X>sition of the mineral. In the case of car- 
notite, which is now the most abundant ore, the solvent is a dilute solution of 
hydrochloric acid. From this Solution the Irodies whose sulphates are difficultly 
soluble are precipitated. In these insoluble sulphates, the radium of the mineral 
is found in almost quantitative amount, as radium sulphate is even more difficultly 
soluble than barium sulphate. The sulphates are then converted into carbonates 
by vigorous boiling with sodium carbonate solution, filtering and washing free from 
sulphate. The carbonates are then treated with pure hydrochloric acid, which 
dissolves the alkaline earths and radium. From this solution the latter may be 
precipitated as sulphates by sulphuric acid, converted back into carbonates, and 
the carbonates dissolved again in pure hydrochloriir ai'id. In this way barium and 
radium are separated from the other impurities, namely, iron, lead, and calcium, 
which are usually associated with it. 

According lo R. Sccrnlicht (C//^w. Zn'/., 1914, 49), piichhlende (sverage iiraniunj content, 

45 per cent.) is worked by this process ai the .\usirian State radium factory as follow’s: — The 
uranium ore is ro.asied, the uranium removed, and the residual sulphates of Cn, Ba, Er, and Ra 
which remain are converted into carbonates by boiling with concentrated NagCO,! solution. The 
carbonates arc then converted into chlorides, and the radium separated by fractional crystallisation 
of the chlorides. Tlie process, however, is very lalwrious, and yields only 80 per cent, of the 
original radium content. 

The French factory of Armct de Lisle, however, extracts Ibe radium directly from their 
uranium ore by treating with MCI. They work with materials containing only a very low- 
percentage of radium, principally “uranium mica,” “uranium ochre," carnotite, and autunite. 
They attain a yield of 70 per cent. r.idium, but the process is difficult and costly. 

The Ulzer-Somner Method of Radium Extraction (see English 
Patent, 19,820, 30th August 1909).— The material containing radium is first treated 
with concentrated H.iSO^ for some weeks at the normal ten^peratures, or a few hours 
at a boiling temperature, or it is fused with acid sulphates ; and the residue remaining 
after repeated washing is boiled, under pressure, with concentrated solutions of 
caustic alkalis or alkali carbonates, or is melted therewith; the melt is treated with 
water, and, after further repeated washing, the residue is boiled with dilute sulphuric 
acid. The same effect is attainable by treating first with alkaline agents and 
then with add agents. The residue which remains (about 0.5 per cent, of ore) 
contains all the radium as RaSO^. 

The following example is quotetl too kilos of finely grouml pitchblende residue are heated w iili 
about 400 kilos of crude concentratetl for several hours, until the acid l)egin5 to fume. When 

the dark brown colour of the mixture has changed to light brown or grey, the mass is pouretl into 
10*20 times its volume of H., 0 , Iroilcd, settled, anri solution tlccanlcd. The residue is washed twice 
with water, collected on a filter, and drietl. The residual mass (45-50 kilos) is nt)w heated wiih 
130-150 kilos of commercial NaOH in iron crucibles for one to two hours until thoroughly nn-lti d, 
The mass is fioiled several times with IM) (i,ooo litres each lime), decanted, and filtcrerl. 

The moist residue is l)oIled with 5 kilos of dihitc (20 per cent.) H2Stb, fiUeretl, and washotl : 
0.5 g. of crude sulphates remain. 

The radium factory in Neulenliach use Ibis process with good .success, recovering 97-98 ceni. 
of radium. 

W. F. Bleecker and the Standard Chemical Co., of Pittsburg, U.S.A., suggest treating tin- 
Carnotite ore as follows (see U.S.A. Patents, 1,068,730, 1913, and 1,065,581, t9i3)t— The finely 
powderetl carnotite ore is succes-sively treaterl with (1) a solution of NaOH and NagCO^ to fniiu 
partly soluble vanadates and jns«jluble sodium uranate. (2) The residue, after washing, i.s extracle'* 
with dilute HCl to produce radium, vanadyl, and uranyl chlorides. (3) Next Na./JOs is added, 
whereby RaCO« is precipitated, s^xlium vanailale (partly soluble) and .sodium pranyl carlx'oate 
(soluble) l^ing .simultaneou.sly prorluccd. (4) To the residue, after washing, HCl isadded p produce 
RaCb (.Sfduhle) am) vanadyl chlorides. (5) I^ly, H^SOj is added, the Ra Ireing precipitated as 
RaSfb, and the Va going into solution as soluble vanadyl sulphate. See under 
Section LXXXn'. 

F. Soddy, in his “Chemistry of the Radioelements," p. 45, recommends that 
the tedious and lengthy wet methods for extracting the barium-radium product 
from the mineral at present in use could with advantage be replaced in many cases 
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by simple reduction of the insoluble sulphates to sulphides in a current of coal- 
gas, or other reducing atmosphere, followed by solution of the product in acid. 

E. Ebler and W. Bender [Zeitx. anfirg. Chem.y 1913, 83, 149-15S) sugge-st reducing the dry 
jiowdered crude “sulphates ” of radium, l^um, etc., to sulphides by mixing with calcium hydride, 
pressing into a crucible, and kindling a.s in the alumino-thermic method, when the following change 
takes place: — RaS04 + 4CaH2=R^ h4CaO-l-4H2. The reaction product is cooled, powdered, 
r.apidly dissolved in hot dilute HCl, and the H^S expelled by boiling. The Ph present remain.s 
iiiidissolved .as PhS, al.so SiOg is insoluble. TJie whole of the radium is then separated a.s 
pure radiiim-Uirium chloride, by evaporating, if necessary, and treating with HCl gas until about 
75 per cent, of the Ba is deposit^. A total recovery of 75-80 per cenL of the Ka is claimed. 

R. Stcrnlicht {Chtm, Zexl.y 1914, 38, 49), however, criticises adversely the method, on account 
of the technical difficulties evolved, the co.st of the Callg, the rapid re-oxidation of the precipitated 
sulphides to sulphate, an<l the fact that it can only be applied to ores rich in radiiini and poor in 
barium. 

Separation of Radium and Barium — The kst stage in the operations 
consists of the separation of the radium from the barium by fractional crystallisation 
of either the bromide or the chloride. Formerly this crystallisation was elTected with 
the chloride, later the bromide was used instead, as the operations were much more 
rapid; but owing to the fact that the chloride is a much more stable compound than 
the bromide, and parts with its halogen much less readily on keeping, fractionation 
is now conducted on the chloride. To carry out this operation we proceed in the 
usual way, the operation depending on the fact that radium chloride is less soluble 
in hydrochloric acid than is barium chloride- 

Kunheim & Cn. (German Patent, 264,901, 1912) propose to effect the sc{,aration of Ba and Ra 
liy using such .salts as picrates, bromaies, ami ferrocyanides. As soh’eius, alcohol and acetic acid 
niiiv 1)6 usc<l instead of water. 

E. Ebier and W. Bender {Zei/s. atwg. Chan., 1913, 84. 77 * 9 l) suggest ihc use of hydrated 
manganese dioxi<le a.s an absorWnt for radiiim-l«iiuin salts. The proccs.s, however, according to 
K. Stcrnlicht [Cheui. Zeii., J914, 38, 49), has not come into general use. 

^lost of the radium on the market is in the form either of chloride or of bromide. 
It is usually sealed up in tubes of thin glass, the reason for doing so being not 
only for safety, but also to prevent escape of ihe emanation, and with it its products, 
which together contribute themselve.s more than three times the activity of radium 
itself measured by a-rays, and the whole of the activity measured by /?- and y-rays 
(see Table A above). It is essential that the salt, whether it bo pure or whether it 
l)e mixed with barium salts, be quite dry before it is sealed up. If it is not, the 
increase in pressure inside the tul)e due to the formation of hydrogen and oxygen by 
the action of the radiations on the water may cause the tube to burst, and the 
material to be .scattered about and lost. 

Of the chemistry of radium compounds little need be said, except that they 
re.scmble very much the corresponding comixtunds of barium. 

Riuliwin sulphate i-s mure in-whihle tlwn barium sulphate, radium chloride more insoluble iiv 
hydrochloric acid tlan liarium chloride, radium bromide more in.soluble in bydrobromic acid than 
ti.uium bromide. Radium carlnmatc is ea.sily soluble in hyrtrochloric acid. Radium metal has been 
prep.ared, bul it i.s very rapidly o.\idised, and is of strictly sciotuific iiiterosl only. 


The Separation of Ionium, Radiolead, and Polonium 

Of these tliree bodies the most useful for medical purposes is polonium. 
I*olanium i.s u.seful because it expels an a-ray of moderately great penetrating power, 
and can be easily obtained pure and in a highly concentrated condition. 

Preparations of ionium have also been placed on the market by a Hamburg 
firm, and it is very probable that for sonic technical purposes preparations of this 
body will be used in the future. ^ • n 

Ionium is the parent substance of radium. It is therefore found in all 
^linerals which contain uranium and radium. Its chemistry may be stated 
accurately in a sentence. It is so similar in all properties to the element thorium 
that it is impossible for it to be separated from that body when once the two have 
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been mixed. In working up any mineral on a large scale, the ionium is quantita- 
tively separated with the rare earth constituents, and- in the fractionation of these 
bodies by the usual methods it associates itself quantitatively with thorium. The 
whole of the ioniunTconstituent of any uranium mineral can therefore be obtained 
by fractionating the rare earth constituents of it, and separating out and purifying 
the thorium by the well-known methods. There is not the slightest risk that any 
of the ionium will associate itself with any body other than thorium. 

Preparations of ionium have been obtained weighing several grammes, and 
equalling in a-ray activity 30 milligrammes of radium chloride. 

!Most of these preparations, however, consist of thorium with a few per cent, of ionium only. 
Osving to a relatively great amount of an almost inactive body being associated with a small quantity 
of a very active body, much of the usefulness of the ionium is lost. Pure ionium can be obtained 
by working up a uranium mineral which contains no trace of thorium at all, but such minerals have 
not yet been located, though in many the amount of thorium present cannot be detected in ihe 
gramme or two of it used for making a quantitative analysis. 

Radiolead is a name given to radium D, containing radium E and iiolonium 
in equilibrium with it, in other words, to an old preparation of radium D. The 
reason for its being called radiolead i.s that it wa.s always found with the lead 
impurity of a uranium mineral. Radiolead is of technical importance only because 
it grows polonium. Neither radium D nor its product, radium E, expel any 
radiation except feebly penetrating /J- and y-rays, nor is it pos.sible to obtain radium 
D free from the relatively large mass of lead which is separated with it from the 
mineral. 

Radium D is so similar to lead in all its chemical and its physical properties 
that it is not possible for it to be separated from it, or even concentrated in 
a mixture of both substances. All uranium minerals, with one or two minor, 
exceptions, contain lead as an impurity; the few whicli have no lead liavc 
none because the lead which it originally contained has been removed from it by 
percolating water or other natural agencies, which often remove at the same time 
a good proportion of the radium content, and of tlie radium D content. For 
this reason it is impossible to obtain pure radium D from a radium mineral. If 
a preparation of nearly pure radium D be wanted for any purpose it may be 
obtained as follows: — To an old solution of radium salt add a few milligrammes 
of lead in the form of nitrate free from sulphate, heat the solution to boiling, and 
add to it excess of a solution of H.,S in water. 'I'he whole of the radium D, 
radium E, and polonium which have formed in the radium solution are precipitated 
quantitatively with the lead as sulphide. This precipitate may be then filtered oft' 
and used as a source of radiation on the filter paper. 

The only lead or other impurity associateri now with the radiolead i.-, the few milligrammes of 
lead that were added to the radium solution. If this operation be performed once only, a .sm.sll 
quantity of the radium will be found present with the radiolead. This can be removed by 
dissolving the lead in acid, repeating the precipitation with IlgS, and filtering, the radium impurity 
remaining in the filtrate. 

The methods for the separation of polonium from a mineral depend on 
the fact that polonium is the missing top member of the sulphur, selenium, and 
tellurium series (group VI. B of the Periodic Classification). The method for its 
separation from a preparation of radiolead depends on the great ease with which 
it is deposited on plates of metal when these are dipped into a solution con- 
taining it. 

After tellurium, the body which polonium resembles most is bismuth. In any 
technical process of working up a uranium mineral it is necessary, therefore, to 
examine the bismuth constituent of the mineral when it is separated out, and 
from this to concentrate the polonium. Thus, from one ton of Joachimsthal pitch- 
blende, about 3 kg. of bismuth oxychloride are obtained. This contains the 
greater part of the polonium content of Ihe mineral. From it Mme. Curie 
separated the polonium from the bismuth by fractional precipitation of the basic 
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nitrate with water, by fractional precipitation from solutions made very acid with 
hydrochloric acid, and by sublimation in vacm. Later, Marckwald separated 
it from bismuth and other impurities by immersing a plate of silver or of copper 
in a hydrochloric acid solution of all, the polonium being deposited on the plate 
in almost quantitative amount. He found also, by adding a small quantity of 
stannous chloride to the solution of polonium and impurities in hydrochloric acid, 
that the tellurium impurity, and with it the polonium, were precipitated. From 
this mixture most of the tellurium could be removed from the polonium by 
dissolving both in not too acid a solution, adding hydrtuin hydrate {which pre- 
cipitates the tellurium, but not the polonium), and precipitating the polonium from 
the solution by stannous chloride. This is at present the best method known 
for separating polonium from a mineral. 

When polonium has to be separated from a preparation of radiolead, the 
procedure is much simpler. If the radiolead preparation contains much lead, all 
but a few milligrammes must be removed by fractional crystallisation of the nitrate 
from a solution of nitric acid. To carry this out the preparation of radiolead 
containing the lead is dissolved in nitric acid, and evaporated, till on cooling some 
of the lead crystallises out. Most of the polonium remains in the solution with the 
rest of the lead. This operation is then repeated .several times, till only a .small 
quantity of lead (a few milligrammes) remains. The .solution can then be 
evaporated to dryness, and redfeolved in the smallest quantity of hot water 
iiece.ssary to effect solution. In this solution is rotated a clean copper plate, 
varnished on one side with Brunswick black or other similar material to prevent 
deposition on it of the polonium. After about ten minutes the plate can be 
removed. 'I’he greater part of the polonium in ihc .solution will be deposited on 
the plate. In many cases the proportion is as high as 95 per cent. If the amount 
of lead associated with the radiolead be small, the preliminary operation of 
removing the lead by fractional crystalli.sation may be omitted. 

Preparations of polonium may be n.sed for all purpo.se.s inovhich a very strong 
source of a-rays in a concentrated form is required. Polonium possesses the 
advantage over ionium, that the former can be prcpired in a more highly purified 
form than can the latter. Ionium, however, owing to its long half-value period, 
may be looked upon as being permanent in its activity. A preparation of polonium, 
on the other hand, deca) s, falling every 136 days to half value, only about one- 
seventh of the total amount at the beginning of a year existing at the end of it. 

Other methods for purifying radium E and polonium are described by K S. 
Russell .and J. Chadwick {Phil. Mag., 1914, 2 /, i la). 

The Separation of Mesothoriuni and Radiothoriuni from 
Thorium Minerals 

The radioactive body, mesothorium, has come greatly to the fore within the 
la.st two or three years as a serious competitor with radium in the radium markets. 
Owing to the very large quantity of thorium used in the gas-mantle industry, in 
which, as has been stated above, mesothorium is a by-product, it will probably he 
very largely manufactured in the future. Owing to the fact, however, that thorium 
forms only a very small percentage of the constituents of monazite sand, and that its 
product, mesothoriuni, associates itself with the insoluble sulphate residues of the 
mineral, the extraction of mesothorium from monazite is a somewhat costly process. 
Another disadvantage which attaches to it is that it is not permanent, but decay s. 
Its half-value period being 5.5 years. 

Mesothorium is identical in chemical properties with radium. Pure mesothorium 
Slaves exactly as though it were radium. If mesothorium and radium are 
wixed together they cannot afterwards be separated. 

To separate mesothoriuni, therefore, from any mineral, it is necessary only to 
^dd a little barium chloride to a solution of the mineral, to precipitate the 
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barium as sulphate from this solution, and to fractionate the insoluble sulphate 
precipitate by exactly the same methods as are used for fractionating radium. 

lithe mineral shows from its analysis that it contains barium, it is, of course, not necessary to 
add any barium salt to its solution. 

All the methods employed at present in preparing mesothorium on a large 
sc.ale are based on this general method. 

P'or instance, in the first stage of the chemical treatment of monazite sand 
for the extraction of thorium the mineral is heated nith about twice its own weight 
of sulphuric acid. The resultant mass, when cold, is treated with water and the 
whole left to settle. The thorium itself goes mainly into solution. Now if a little 
quantity of barium is added either before or during the treatment of the ore with 
sulphuric acid, the mesothorium will be separated from the soluble thorium after 
the treatment with water, associating itself with the difficultly soluble sulphates. 
Karium and mesothorium can then be separated from the other sulphates by the 
ordinary methods used for purifying barium under such conditions. The 
mesothorium is finally separated Irom barium by fractional crystallisation of the 
chloride. The preparations of mesothorium on the market are u.sually in the form 
of chloride sealed up in glass tubes. The impure preparations contain in addition 
both barium and radium. The purest contain radium only as impurity. The 
reason for the presence of the radium is, of course, that mesothorium and radium 
have the same chemical properties, and therefore all the radium of the mineral 
gets concentrated with the mesothorium. If the thorium mineral contained no 
uranium whatever there would be no radium content, but most thorium minerals 
(including monazite sand) contain a small percentage of uranium, and therefore 
some radium, and this is separated with the mesothorium. In movt preparations 
of mesothorium now being sold about 8o per cent, of the activity of the whole 
preparation is due to the mesothorium, and a.s much as ao jrer cent, to the radium 
with it. Weight for weight, however, the preparation contains alxnit 99 per cent, 
radium chloride and i per cent, me.sothorium chloride, the radium, having much 
the longer period of average life, being present in much greater mass than the 
mesothorium. The radiations from an old preparation of mesothorium are 
essentially the same in nature as those from radium. All three types of radiations 
are expelled by it. .Mesothorium itself is rayless, but its first product, mesothorium 
2, expels a powerful / 3 - and y-radiation. 'I'his body is very short-lived, forming 
radiothoriiim which, with its products, gives a powerful n-radiation. This radiation 
can be made use of only when the preparation is removed from the tube, since the 
glass walls of the tube absorb most of the /f-rays and all of the u-rays emitted by 
the products. 

Owing to the formation of the radiothorium, a body having a half-value ])i:iiod 
of about two years, and the fact that mesothorium itself has a half-value period of 
5,5 years, the a-ray activity of a preparation of mesothorium steadily increases for 
about 4-6 years. IJuring this time the /J- and y-activity is augmented owing to the 
formation of thorium C and thorium I). After that time all three types of radiation 
decay in intensity, exponentially to zero, with a period of 5.5 years. 

Radiothorium, the other important radioactive con.stituent of thorium minerals, 
cannot be separated directly from the mineral. The reason for this is that radio 
thorium and thorium have identical chemical properties. Nobody who has attempted 
the separation of these two bodies has been able, up to the present, to effect a 
separation or to detect the slightest difference in any of their chemical properties. 
■J'he radiothorium of a mineral is, therefore, separated quantitatively with the 
thorium. The only method of preparing radiothorium is to prepare it from a 
quantity of mesothorium. A preparation of pure mesothorium, after being leu 
for a year to grow radiothorium, is dissolved in a little hydrochloric acid. A 
solution of a small quantity of aluminium nitrate, or of any inorganic body wliicn 
is precipitated by ammonia, is added to the solution, and the whole saturated wit 
ammonia gas. The aluminium is precipitated as hydrate and withjt is precipitated 
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the whole of the radiothorium. 'I'he mesothorium, and any radium present, remain 
in solution. The amount of aluminium necessary to be added is simply p nough 
to be conveniently filtered, f.c., about a milligramme or two. Many of the 
preparations of commerce contain thorium, this body having been used instead of 
aluminium in the precipitation of radiothorium by ammonia. 

Radiothorium has two uses in medical work ; it is not only the producer 
of a constant supply of thorium emanation, hut also the producer of the highly 
active deposit of thorium. 

In order to get a plentiful supply of emanation from a preparation of radio- 
thorium, the substance should be placed, in a slightly moist state, in a tube with 
narrow ends. By means of suitable apparatus a current of air may be passed over 
the preparation, removing much of its emanation, which may be inhaled or put 
to other use. 

For many purposes in inetlical Ireaiment wilh raJiuaciivc preparations a temporary activity 
only is required. For in.stance, it may be necefwsary for Ihe patienr to swallow some radioactive 
material. It would be manifestly unwise to put a valuable preparation to this use. This difficulty 
may be overcome by separating, by chemical nie-ins, thorium X from the radiothorium preparation. 
The whole of the thorium X may l>e easily removei by dissolving the radiothorium in acid and 
pa.sslng in ammonia gas. This precipitates the radiothorium and its nucleus quantitatively, leaving 
ill .solution the thorium X, which is chemically Identical w'ith radium and mesothorium. The 
ammoDtum salts may be removed liy evaporation of the solution and ignition, and the thorium X 
may then be redissolved and used. The activity of the radiothorium is thus not destroyed, for in 
a month's time it has grown its equilibrium amount of thorium X again, and this quantity can be 
ic-parated as before if it be necessary. 

It may be pointed out tliat thorium \ cannot l>e obtained in this way from mesothorium, owing 
to the identical properlies of the two. , 

Radiothorium loses its activity much more quickly than me.sothorium, falling 
to half value every two years. T’lius after ten years only about 3 per cent, of the 
original quantity of material is left. 

Methods of Testing the Strength of Radioactive Bodies 

The strength of any radioactive body is measured by the intensity either of its a- or of its v-rays, 
ami all activicie.s are referre<l to the a-ruy activity of I g. of railium in the form of melab or to the 
7-ray aclivity of the quantity of radium C in equilibrium with 1 g. of radium metal. 1 he .'tmounl 
of radium enunUion in equilibrium with i g. of pure radium me(,il is called a curie. Thus 5.8 
millicurie.s of emanation is the amount of emanation in equilibrium with 5'8 mg. of radium metal, 
>■(. , with 7.6 mg. of radium chloride, or with 9.9 mg- of anhydrous radium bromide. 

A curie expels per second the same number of o-particles as i g. of radium metal. Since, 
however, radium A and C, both of which espel a-particle.s, .soon form in the emanation, a curie 
of emanation in equilibrium with its short*Iived products expels per second three tunes as many 
a particles as (loe.s a gramme of nidiuni freed from its products. The intensity of every product 
ill the uranium-radium .series should be expre.s.scd in terms of grammes or milligrammes of metallic 
radium. There can then lie no doubt wrial is meant by the unit used, honnerly, activities were 
often expre.sscd in terms of what were known as Machc units, and sometimes in terms of the o-ray 
activity of uranium. Such units are not only unscientific, but also unbusinesslike, for they arc not 
•lefiiiite units which are accepted everywhere. vn • j 

It is customary at the present time, for instance, lo talk alwut 5 polonium. 1 his does 

n"i mean 5 mg. of polonium by weight, but tlial quantity of polonium wliich is in eqinhbrium with 
.1 nig. of radium metal or 5 millicuries of emanation. Similarly 300 f’f radium C means uie 
'inantilv of radium C in equilibrium with 300 mg. nadioro metal or 300 millicuries of radium 
viiianalion. ^ , 

Again, 4 mg. of ionium means the amount of ionium with which, in a mineral, 4 nig. or radium 
^re in equilibrium. The amount by weight of anv product of the uranium-radium senes can always 
he obtained by multiplying its activity cxpressetl in terms of milligrammes of radium metal by its 

period, and dividing by the period of radium, and wVe I'mtf. , . 

Preparations of mesothorium and of radiothorium are standardised and sold m terms of the 
■/•ray activity of i mg. of radium C, i.e., the ncrivily of the radium C in equilibrium wUh 1 
'”5,’. of radium metal. As the penetrating power of the y-rays from the thorium pre^rations and 
bom radium are not quite the same, it Is usual to measure the intensity through 3 mm. 01 
lead. Thus a preparation of radiothorium when in equilibrium with its product, thorium X, gives 
SO divisions per minute in a 7-ray electroscope through a thickness of 3 mm. lead ; when 1 mg. of 
radium chloride containing the eipanation in equilibrium amount gives 12, then the strength of the 

radiothorium preparaUon is mg. of radium at the date on which the measurements were 

12 X 297 * , . ^ 

made. Mesothortiin preparaAns have their activities expressed in the same way. 
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This slandardisaHon is now carried out for a small fee by experts at the National Phjrsicat 
Laboratory, Toddington, in England. Everybody buying radium, mesuthorium, or radio- 
thorium should insist on having the official certificates of Its strength and purity furnished by this 
institution. 

The strengths of preparations of ionium and of polonium, if very strong, may lie measured by 
measuring the current a film of the material produces in the air of an ionisation l)OX and comparing 
it with the current produced in (he same ionisation lx>x l>y a known quantity of a radium salt, the 
measurements of the current being determined by an electrometer. If the preparations are too 
weak to allow of this being done, the number of a-pariicles expelled by a known area of the film 
may be compared with that expelled by a .small quantity of radium, the measurements being made 
by the scintillation method. 

The radium emanation content of a mineral, of any solid preparation, or of any solution con- 
taining it, is measured in a special emanation electroscope. The procedure consists essentially of 
getting the radium-containing solid completely into solution, expelling the radium emanation 
completely from it, allowing the emanation to accumulate in it for a definite time, say forty hours 
transferring this quantity of emartation completely from the solution into an air-tight ionisation 
chamber, and measuring the activity of the emaoaiion and its products three hours after it has been 
in this chamber by means of an electroscope. The electroscope is standardised by introducing a 
known quantity of emanation either from a small but known quantity of a radium salt, or from 
a uranium mineral, the ratio of the quantity of radium to that of uranium of which is known, allowing 
this emanation to remain in the chamber for three hours, and then measuring Us activity. In this 
way the emanation content of any body can be expressed in terms of the amount of emanation in 
equilibrium with r mg. of radium element. 


Uses of Radioactive Substances in Medicine and in General 

The chief use of radium and other radioactive bodies, apart from their use for 
strictly scientific investigation, is undoubtedly in medicine. short account of 
their use in thi.s department of science will therefore be given. .Many medical 
men are much more optimi.stic in their opinion of the therapeutic value of these 
preparations than others, but there are certain facts of which there can be hut 
little doubt. 

Radium, especially when used in considerable (luantity, has undoubtedly elTected 
cures of surface cancers, warts, lupus, and ulcers. The reason for much of the 
former non-success in curing these diseases vras the lack of a sufficient quantity of 
the active material. We are informed further that the emanation of radium when 
drunk or inhaled cau.se.s increased diuresis, and increased excretion of uric acid, 
and relieve.s patients suffering from gout, rheumatism, and diabetes. 

It must be pointed out, however, that there are less expensive methods of 
curing these diseases than the employment of radioactive substances. The object 
that medical men have in view in ex|xtrimenling with radium is to cure cancer. 
To further this object a radium institute has been founded in Ixtndon, and similar 
institutes are being formed in the provinces, at which medical men may obtain 
radioactive preparations with which to experiment. 

The results obtained by treating cancer with radium have been .astonishingly 
successful. In all cases the condition of the patient is relieved. In the worst 
cases radioactive preparations, when applied to the diseased part, have acted as 
local anaesthetics in removing the pain. In several cases every sign of the cancer 
has been completely removed. Experiments have been in progre.ss for a short time 
only, and therefore a considerable time must be allowed to elapse before even 
the most successfully treated case is described as a cure. Already (September 1914) 
there are three hospitals in the kingdom in which non-niedical men, trained in 
radioactive chemistry, are working in conjunction with medical men on this great 
problem. 

It is the possibility that radium will be a permanent cure for cancer that has 
stimulated the search for radium minerals over the earth, and has caused neither 
money nor pains to be spared to bring to the doctor’s hand as much of the 
valuable material as possible. Until quantities of the order of 10 g. can be used m 
medicine the possibilities of radium as a curer of cancer and malignant diseases 0 
a like nature cannot be known. It is as reasonable to expect some of the small 
quantities of radium to cure the disease to which they have been applied as that 
10 cubic centimetres of cold water should quench the thirst of a thirsty man. 
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For internal use the preparations used are generally either radium emanation or 
thorium B, C, and D. In both these the physiological effects produced are due to 
the a-rays from these bodies. 

The radium emanation may either be inhaled directly from an atmosphere laden 
with emanation, or taken in the form of gas dissolved in mineral water. 

There is at present on the market a small chamber in which a patient may sil, the air of which 
is kept permanently supplied with emanation diffusing from a strong force of radium placed on the 
floor. The radioactive water is made either by dissolving a known quantity of radium carbonate 
or chloride completely, and diluting down by the ordinary methods till each litre of solution 
contains about lo g. of radium (or stronger if necessary), and with it, of course, after it has been 
bottled up for a month, the emanation in equilibrium amount or “ Radium water ” can be made to 
contain emanation only by simply pumping off the emanation from a known quantity of radium and 
dissolving it in a large quantity of water by shaking. In the latter case much larger doses may be 
taken for the same cost. 

If a patient is required to take internally only the active deposit of radium, i.e., 
radium B and C, it may be collected on a pill, or on anything that is easily swallowed, 
by exposing the pill for some hours lo a large quantity of the emanation ; the 
emanation is then removed and may be used again for the same purpose. 

This is not so easily accomplished with the emanation of thorium, and, therefore, it is best to 
separate the active deposit of thorium, /.e., thorium B, (*, and D, chemically from radiolhorium as 
described above. It is then taken in. the liquid form dissolved in some solvent. 

For external purposes, the substance used depends upon the particular disease 
which is being attacked. If a strong source of a-rays is required, preparations of 
ionium, or of polonium, in thin films on plates of metal, make excellent sources. 
If a-rays are required with y-rays, the source which must be used is a thin tube of 
glass, or of quartz, containing radium emanation, the tube being so thin that the 
a-rays are able to escape from it (a-ray tubes). 

Whenever a-rays are used, the preparation must be placed so near the part that 
is being treated that the rays are able to exert their full effect. Sometimes radium, 
or radiothorium, is immersed in the pores of a blanket or other similar materia), so 
that the emanation diffuses out of the dry fabric without any of the parent 
substance being lost. 

If y-rays only are required, sealed tubes ol radium salts, of radium emanation, 
of mesothorium, or of radiothorium can be used. 01 these sources radiothorium is 
the least concentrated, and radium emanation the most concentrated. Ihc latter, 
however, decays almost to zero in a month. A source of mesothorium, if free from 
barium, is much more concentrated than a source of pure radium. Radium, radium 
emanation, and nvesuthoriura are the sources of y rays used in work on cancer. 

It must be emphasised that all radium, or radioactive preparations containing 
quantities as small a.s 10 ^^ of a gramme of radium, can be of little therapeutic value. 
Ointments, pills, radioactive blankets, etc., containing quantities of material of this 
order, are of no more value than the same preparations lacking the radioactive 
constituent. ^ . . 

Preparations of radium, mixed with zinc sulphide, emit a greenish-ye'low light, 
due to the bombardment of the zinc sulphide crystals by the a-particles from the 
radium and its products. 

This mixture has been used for giving a permanent illumination to keyholes, lo the hands of a 
watch or clock, etc., so that these articles may be seen easily in the daik. 


The Prices of Materials 

The pre-war (igri) price of radium was about ^24 per inilligranime of radium element. All 
radium preparations are priced on this basis, though actually no radium is sold m the metallic 
form. Reckoned on this basis a milligramme of radium chloride should cost about 410. los. , and 
a milligramme of anhydrous bromide, There was formerly little dimmulion of charge because 
^ radium preparation is impure. Thus 325 mg. of radium-barium chloride containing 24 per cent, 
of radium chloride cosU i.e., simply the price of the pure radium chonde u 

<-''>ntalns. When the prepartuion contained a few j>er cent, only of radium a larger diniimition was 
•nade in the price. At the Resent lime the difference in price Irelween equal qimnimes of ])ure and 
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impure radium is considerable. The price of radium bromide in 1902 was 5s. a milligramme, this 
rose next year to 6s., and later to 20s., which was the price in 1904. Since that time the price 
has steadily risen to what it is to-day. The question whether the price of radium will advance 
further is not only an interesting one, it is a very practical one. 

Rutherford, whose knowledge of radioactivity is unrivalled, says in his book, published in 
1913, that *‘the present price of radium is very high, and bears no relation to the cost of separation 
of the radium, from uranium minerals. The present price is arlihciai. There seems to be no reason 
why the present abnormally high prices of radium should be ultimately maintained.” 

On the other hand, C. A, Parsons, whose knowledge of the resources of the United States is 
very great, declares that at the present time it is impossible to predict whether the price will go 
up or down, or remain stationary.” The great increase in production of radium that is bound to 
happen in the next years in the Uniled Stales would tend, other things being equal, to lower the 
price. Again, the competition of mesothorium, which is being put on the market in increasing 
quantities every year, should also tend to lower the price. Mesothorium, however, for reasons 
difficult to understand, is less popular with medical men than fadium. But the uses and demands 
for radium are apparently developing at an even greater rate than the supply. Also, as has been 
pointed out above, the jrresent supply of the mineral is limited. 

The one thing that would lower the price seems to the writer to be the adaptation of X-rays 
(resembling y-rays), cathode rays (resembling / 3 -rays), and canal rays (resembling a-rays) to effect 
exactly the same physiological effects and the same curative powers which are produced by radio- 
active materials. This at present seems unlikely, but it is a question for the future. 

The only radium mineral selling in large quantities at present Is the 2 per cent. U.^O^ carnotite 
ore from Colorado. This sells at Hamburg for about /iq per ton (1913). The equilibrium amount 
of radium element in this material is at least 4 nig. per ton, which, when extracted, can be sold for 
about ;^ioo. Since the price of the raw material from which this quantity of radium is extracted 
is about /iq, there is a margin of /'So for the cost of extraction, the profit of the extracter and of 
the agents through whose hands the material mu.st pass before it rearhc.s the buyer. The pre.sent 
prices of the other radium ores are not of much importance, owing to the present drift of the radiiini- 
extracting industry from Austria and France to the United States. 

The pre-war (1913) p> ice of mesothorium is about /$ per milligramme, where, by milligramme, 
is not meant niilligramme of mesothorium, but the quantity of mesothorium the >-ray activity of 
which through 3 mm. of lead Is equal lu that from I mg. of radium chloride through the same 
thickness. 

The price of preparations of radiothoriuoi vary according to the purity of the materia!, but it is 
of the order of/2 or /y per milligranimc cijuivalent in y-ray.s of radium chloride. 

The price of the monazite sand has not Wen influenced by the fact that these radioactive IxxHe.; 
are extracted from it. 

Output of Radium Compounds.— It h difficult to e^l^n)atc the tjuaniity of radium compoiimb 
produced annually, but the following details may l»c of service in this connection. According 10 
S. Fischer {A/iti. ///</., 1913, 22, 657) the Austrian production of radium sall.s, during 1912, 
amounted to aliout 5 g- compared with 2.65 g. pr<)duccd in 1911. TVx total European 
production, in 1913, was about 4 g., whilst the Australian ores yielded 2 g. It has been 
estimated that the quantity of uranium ores cx|X)rtcd from the United States, in iqrj, was sufficient 
to produce S.97 g. of radium chlorkle. 
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CARBORUNDUM 

Carborundum, or crystalline silicon carbide, SiC, was discovered accidentally, 
in i8gi, by E. G. Acheson, whilst trying the impregnating of clay with carbon at 
a high temperature produced electrically. 

The first carborundum furnace was that of the Carborundum Company at 
Monongahela in 1893 ; it consumed about 75 H.P., and produced 45 tons of 
carborundum a year. In 1895, with the formation of the Niagara Falls Power 
Company, much larger furnaces were constructed by the Carborundum Company 
at Niagara Falls ; and at the present day there are twenty-one furnaces of about 

2.000 H.P. in continuous operation and estimated to produce in 1923 about 

7.000 tons of carborundum. 

Manufacture.— Carborundum is manufactured on the large scale by heating 



together in the electric furnace a mixture of silica, SiO.,, and carbon. The silica 
is usually in the form of quarta, and the carbon in the form of coke. 

The formation may be e.vpressed by the equation . 

3C + SiOj = 2CO T Sic. 

The furnace used for the production of carborundum is of the resistance type, 
the size varying in different localities. Furnaces taking from 2,000-3,000 H.P. 
have been constructed. A carborundum furnace unit consists of five furnaces, 
only one at a time being in operation, while the rest are loading, unloading, or 
cooling. 

Fig. r shows a modern carlxjrumluni furnace in cross section and elevation. The furnace is 
about 30 ft. long, 12 ft. wide, and 10 ft- deep, and has permanent end walls of concrete which 
contain the terminals, while the side walls s are built up of fire-bricks set in iron frames capable 
of ready removal by means of an electric overhead crane for discharging. The furnace ends are 
kept cool by a water-circulating system. - 1 1, 

The resistance core c is built alwul half-way up the charge. It is cylindrical, being aM 
3 ft. in diameter, and consists of granular coke which has Income partly graphitised in a pt'™® 
run. It has a slight upward curve to allow for sagging, owing to contraction of the charge dmmS 
the run, and is connected at either end to the electrodes F,, which consist of a numlrer of horiron 
carbon rods, by a layer of finely-ixrwdcred compressed carbon K. The electrodes are clanipe 
to thick copper plates P connected to the cable. 

The raw material M consists of a mixture of silver sand, coke, sawdust and 
salt, having the composition — 

Quartz ..... 52.2 parts. 

Coke 35-4 .. 

Sawdust ..... ia6 „ 

Salt 1.8 
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The sawdust Is added in order to render the material [Mrous, and so aid the escape of carbon 
Hionoxidc during ihe process of interaction between the silica and carbon. The addition of salt 
is found to increase the purity of the carborundum produced, since at the high temperature of the 
furnace It forms volatile compounds with the metallic impurities. 

The mixture of dry powdered materials is fed into the furnace from an overhead 
conveyer, and when the furnace is loaded an alternating current is passed for thirty- 
six hours. At the beginning of a run the voltage is about 230 and the current, 
about 6,000 amperes, but as the process proceeds the resistance decreases rapidly 
and then becomes constant, the voltage being finally about 70 and the current 
about 20,000 amperes. The carbon monoxide, CO, produced during the reaction, 
escapes at the sides and top of the furnace and burns there with a blue flame. The 



Fio. 2. — Fit7.'Gerald'.s Carborundum Furnace in Action. 


reactions which proceed in the furnace arc very complicated, but the simple result 
of the formation of carborundum may be expressed by the equation given above. 

When the furnace is dismantled after the run, the core is found to be surrounded 
by a ihin layer of graphite, while next to this is a layer sonic 20 in. thick of crystal- 
line carborundum, the crystals being larger nearer the core. This in turn is 
surrounded by a layer of “carborundum firesand,” or so-called “amorphous 
carborundum,” or “whitestuff.” It contains oxygen and probably consists of a 
mixture of siloxicon and amorphous silicon carbide. Finally the whole is 
surrounded by more or less unchanged material. 

The lemperatur€.s of formation of these various products are of the greatest importance, since 
lipi^n them will depend the conditions for successful working. Tucker and L^pen (1906), 
Gillett (1911) and aaunders (1912) have all carried out determinations, with results which agree 
hirly well considering the difficulty of the investigation. i.i. E. Saunders gives the lemperalure of 
formation of crystalline carborundum as 1,840* C.± 30“ C., and of its decomposition into graphite 
^nd carbon as 2,240“+ 5®. The graphite found surrounding the core of the furnace has the skeleton 
form of carborundum crystals, so that we must conclude that it is produced by the decomposition 
f cartiorundum first formed, the changes taking place whilst the tem[)eralure of the core is rising 
horn about 1,840**^240“. The same investigator gives the temperature of formation of hresand as 
i,6oo’+3o'', and of its decomposition into crystalline carlwrundum, of course, as 1,840 +30 , 
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The carborundum, the average yield of which is about 9 tofts in each run, is 
transferred in large lumps to roll crushers, where it is broken up and washed. It 
is finally purified by treatment with sulphuric acid, washed with water, dried, and 
separated into grades according to degree of fineness. It is then ready for fashion- 
ing into wheels or for other employment. 

Properties. — Carborundum forms masses of lustrous crystals of the hexagonal 
system, which, when pure, are colourless, but which, as commercially produced 
vary in colour from yellow to greenish-grey or blue-black. The crystals are doubly 
refractive, both indices of refraction being higher than the refractive index of the 
diamond. Carborundum has a specific gravity of 3.123, conducts heat and 
electricity, and is remarkable for its extreme hardness (which is about 9.5 on the 



Fig. 3.— Modern Type of Carbornnduin Furnace used by the Carborundum Company, 
Niagara Falls. 

Mohs scale as gainst 10 for diamond), its infusibility, and great resistance to 
chemical change. It can be heated to a temperature of 2,240" C. (L. E. Saunders) 
before it breaks down, without melting, into silicon and graphite ; while, if heated 
to whiteness in oxygen or air, it very gradually changes into carbon dioxide and 
silicon dioxide, becoming coated with a layer of the latter substance. It is not 
attacked by acids to any extent (though syrupy phosphoric acid decomposes it at 
230°), but is decomposed by fused alkalis into carbon and a silicate. Chlorine 
slowly decomposes it at 600" ; rapidly at 1,200’. It has a high thermal conductivity 
and a low coefficient of expansion. 

Amorphous silicon carbide is not produced in the commercial furnace. The so-called 
amorpoons carborundum.'* or " whitestuff," produced during the manufacture of crystalline 
carborundum is a mixture of silicon carbide, with variable amounts of a variety of siloxicon (y-e’-)- 

Commercial carborundum, after purificalion, always contains the oxides of iron, aluminium, and 
calcium, the total of these impurities being generally under i per cent. 

Uses of Cubomndum.— The usages to which carborundum is put are numerous. Oiief 
among them is its employment as an abrasive (see p. 418), for whidi purpose it is fashioned into 
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grindstones and wheels by mixing with some bonding material, such as kaolin or felspar, pressing 
into shape and igniting. In this fcw-m' it is extensively used for grinding and polishing metal, 
porcelain, marble, granite, wood, glass, leather, precious stones, etc. It is also employed for rice 
hulling. The hresand is mixed with silicate of soda or fire-clay, as binding material, and used to an 
increasing extent as a refractory in brass, aluminium, and zinc manufacture, The residual 
carliorundum powder obtained from the crushing mills is used in steel manufacture as a source of 
silicon and carbon, in place of ferro-silicon. Carborundum crystals are now employed in the 
receiving circuit of wireless telegraph apparatus as rectifying crystals. 

Statistics. —Carborundum is manufactured, among other places, at Niagara Falls (United 
States of America), Chippawa (Canada), Diisseldorf-Reisbolz (Germany), La Bathie (Savoy), 
Benateck (Bohemia), Prague (Austria), and Bodto (Turin) ; while a company has been projected to 
work on the West Coast of Scotland. At Nu^ara Falls, at the present lime, the Carborundum 
Company manufacture on the average nearly 5, ODomclric tons per annum; while at Chippawa the 
Norton Wheel Company make about 2,000 tons under the name of “ Crystolon.” 

Silundum Articles, — Both Acheson and Bolling have constructed refractory 
articles, such as crucibles, tubes, etc., by shaping pieces from sand and coke, or 
firesand and sand, and heating in an electric furnace to a high temperature; or by 
shaping the articles from graphite, embedding them in the charge of a carborundum 
furnace, and subjecting them to the action of silicon vapours at a high temperature. 

The articles are said thus to become coated ttith a layer of carborundum, ot thickness depending 
on the duration of heating ; but in all probability the action Is not simply that of the formation 
of carb rundum, and has not yet been cleared up. 

By this process the articles, while retaining their shape, become possessed of 
great hardness and resistivity, and are capable of conducting electricity at high 
temperatures. They are known to commerce as “silundum” articles, and are used 
for electrical cooking apparatus and other purposes. 

¥. G. Tone (U.S. Patenr, 992,698, of i6lh May 1911) shapes the pieces of a mixture of carbor- 
undum and carbon, bound together with glue or other suWance. He then heats them in a 
carborundum furnace, when combination with vapours of silica or silicon takes place and the 
binding material is volatilised. By this means he can vary the porosity and resistance of the product. 
The electrical resistance of silundum Is al»oul six limes that of carbon, and it is capable of standing 
a temperature of 1,600* for a considerable time without crystallising. 

Siloxicon.— This substance is, as described above, always produced, together 
with silicon carbide, in the carborundum furnace in a zone of lower temperature 
than that in which the carborundum crystals are formed. 

It contains oxygen, has a variable composition corresponding roughly with the formula Si^C^O, 
and has been said to be a mixture ofsilico-carbides from Si-jCjO to SigCeO. P. E. Spielmann finds 
that the composition would correspond with that of a mixture containing about yt per cent, of 
SLCO, II per cent. ofSiCOa, 10 percent, of graphite, 6 per cent, of carborundum, and I percent, 
of iron, the rest consisting of other impurities ; but the identity of the oxygen compounds present 
is slill a matter of conjecture. 

Siloxicon, which is manufactured by the International Acheson Graphite Company, 
is a greenish-grey, amorphous substance, containing dark particles of graphite and 
carborundum. It has a specific gravity of 2.52, is extremely refractory towards 
heat, chemically inert, and is insoluble in molten iron. The temperature of its 
formation is about i,6oo‘, while at *,840“ it breaks down into crystalline silicon 
carbide, silicon, and carbon monoxide. 

It is prepared in a furnace similar to a carborundum furnace, but having three or more resistance 
cores to obtain a more even distribution of temperature throughout the mass of material. Acheson, 
'^'ho jiatented the process in 1902, uses, as raw material, I part of powdered coke to 2 parts of 
Sam], tr^ether with sawdust to increase the porosity. 

Siloxicon is used alone or with binding material for making crucibles, muffles, 
and fire-bricks, and as a furnace-lining. 

It Was at one time thought to have a promising future, but it has not l>een actively commercialised 

IS not very largely used at present. 

Monox.-H. N. Potter (English Patent, 26,788, of 22nd December 1905) and F. G. Tone 
Ibntted States Patent, 993,913, of 30th May 1911) patented processes for the production of a substance 
which was called monox by the former, and was claimed to consist essentially of silicon monoxide, 
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SiO. The processes consisted in heating a mixture of silica and carbon in a closed resistance or arc 
furnace, withdrawing the carbon monoxide gas and trapping it in air-free collecting chambers. The 
gas carried with it the monox, which collected as an extremely fine powder, light brown in colour 
and having a true density of about 2.24. Monox is, however, so voluminous that, unless com- 
pres^d, it weighs only 2^ lbs. per cubic foot. It burns in oxygen to form silica, and is slowly 
oxidised by water. It was thought to be a mixture of SiO, SiOo, and Si, but its composition has 
never been definitely settled. On account of iu opacity and i^ower of thickening fluids, monox 
can be used as a pigment in certain oil paints, particularly for protecting ironwork. It is not 
manufactured at the present day, however, and its interest is theoretical only. 


MANUFACTURED GRAPHITE 

Graphite, also known as plumbago or black lead, is a form of carbon which 
occurs as a mineral in wide distribution throughout th? world, generally in compact 
crystalline masses. Mineral graphite is velvety black or steel grey in colour, is 
soft, and has a specific gravity which varies in different localities over a range of 
about 2.25-2.35. It contains from 75 92 per cent, carbon, the chief impurities 
being ferric oxide, alumina, silica and lime. 

Graphite is found also in the crystalline form in blast furnace slag produced 
during the process of iron smelting, where k is known as kish. 

Graphite occurs, just as does amorphous carUui, in several varieties, Imth crystalline anti 
amorphous. 1 11 some cases there is no sharp line of demarcation between graphite and amorphous 
carlxm, so that a satisfactory defin tion of the lormer is difficult to give. Recently (191 il ^Y. L', 
Arseni, who has exhaustively studied the subject, has proposed to define graphite as that allorropic 
modification of carb-m which has the specific gravity of from 2.25-2.26. 

Mode of Foroiation. — Carlmrundum, as has already beer, pointed out, decomposes at a 
temperature which has been estimated by L. t. Saunders to lie about 2,240° C. into its con- 
stituent elements silicon and carbon, the carl>on taking the form of crystalline graphite. E, (). 
.\cheson, observing that the core of his carborundum furnace was surrounded by a layer of grapliiie 
which sometimes retained the form of carborundum crystals, conceived the idea of producing 
graphite artificially by first forming silicon carbide in the eleclric furnace and then decomposing ii. 
hy raising the temperature, into graphite and silicon, the latter, together with other impurities 
lieing volatilised by the intense heut. This process, which he patented in 1895, forms the basis 
of the present-day graphite industry. Acheson sul)sequently observeil the fact that coke could 
be converted into graphite in the presence of very much less silica th.in would have been requireil 
to convert the whole of the carbon into silicon carbide, and he therefore concluded that the action 
was catalytic. This observation has lieen confirmed by Borchers and Mdgenburg, anti Borchei!> 
and Weckbccker. who have shown also that other oxides, such as Al.,Oa, I'CnO;,, tiijO.,, antU.'.iO, 
are capable of bringing about the change In various degrees, the required tcmjierature i)eing lower 
ilie greater the amount «if oxide present. More recently \V. C. Arsem has shown that amorplmii-i 
carlwn can in some cases pass to graphite at lenipeialures above 3,000°, even when no oxide is 
present ; thus, petroleum coke gives a good quality of graphite without the aid of an oxide. All 
forms of carbon tend to pass to graphite at high tcmperaUires, the velocity of the change being 
widely variant according to the nature of the substance and the conditions. 

Graphite is manufactured by the International Acheson Graphite Company 
at Niagara Falls, U..S.A. 

The chief patents under which the manufacture is carrierl on arc: U.S.A. Patents, 542,982, of 
23rd July 1895 ; 568,323, of 29th September 1896 ; 617,979, of I7lh January 1899; 645,285, of 
ijlh March 1903; 702,758, of i7lh June 1902; and 711,103, of mb Oclolier 1903. 

Two processes are carried out: (i) the manufacture of graphite powder; 
(2) the graphitising of electrodes and other moulded articles. 

For the manufacture of graphite powder a resistance furnace (Fig. 4) 
similar to the carborundum furnace is used, though narrower in section and having 
a much thinner core. T'here are twenty-two furnaces, each being about 30 h- 
long, with a sectional area of 18 in. by 14 in., and taking about r,ooo H.P. 1 ^^ 
end walls, which carry the electrodes E, are fixed, while the side walls, which are 
made of carborundum fire-bricks, are movable, protective layer of carborunduni 
firesand F is placed at the bottom of the furnace, and the charge m is loaded 
in by overhead electric cranes. The charge varies according to the quality 
graphite required. It generally consists of clean anthracite, in fine grains, which 
contains about lo per cent, of ash. 
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T)m ash contains the oxides of silicon, iron, and aluminiuin, so that a sufficient quantity of oxide 
to prtrfuce the catalytic action is distributed throoKhout the material. For the best quality of 
graphite petroleum coke is used, lumps of coke Iteing embedded in coke powder, and from 2-5 per 
cent, of ferric oxide added. In this case the oxide is soon reduced, and, as the teniperalure rises, 
the volatilised metallic iron permeates the whole contents of the furnace and brings about the 
required change. 

The core c, which consists of graphitised coke, having been placed in position 
and the furnace filled, the charge is covered with a layer of firesand and the current 
is passed. At the beginning about 3,000 amperes at 220 volts are used; but the 
resistance decreases rapidly, and the final current is some 9,000 amperes at So volts. 
I'he duration of the run is about twenty to twenty-four hours. When the furnace 
has cooled the graphite is carefully removed, ground in tube mills, and sifted from 
coarse particles by means of air separators. 

The world’s total annual production of graphite is aiwut 100,000 tons, over one-third of this 
corning from Ceylon and India. The prorluclion of manufactured graphite in 1900 was only about 
400 tons, while in 1909 it was about 3,300 tons. 

Manufactured graphite contains, besides 1-2 percent, amorphous carbon, varying 



(luaiititie.? of ash, according to the temperature at which it is produced and the 
nature of the raw material ; the quantity of ash may be as high as to per cent., but 
in the purest grades it is about 0.2 per cent. 

Uses.— Graphite is used for making electrodes, lamp-aitbons, Iraltery fillings, electrical carbon 
htuslies, refractory crucibles and retorts, and for pencils. If is also used as a paint for coating 
inetal-uork, and in electrotyping. A.s a lubricant it is used with or without oil or grease. By 
treatment with a solution of gallotaiinic acid, graphite powder can be caused to assume a state of 
very fine .subdivision, so that it remains suspended indefinitely in nil or water. 

In this form it is manufactured tinder the names “Oildag ” and “ Aquadag,” the word “dag ” 
standing for “ detlocculated .\chc50n graphite.’’ 

h'or the graphitising of electrodes and other shaped or moulded articles, a 
furnace (Fig. 4) similar to that described above is used. The electrodes are 
shaped from a mixture containing 97 per cent, of powdered petroleum coke and 3 per 
rent, of ferric oxide, a little water and molasses, or t.ar, being used for binding. 
I'he shaping is done either by moulding or by extruding the mixture under 
hydraulic pressure through a die of the required form. The dried electrodes E are 
made to take the place of the core of the furnace, being placed in horizontal rows in 
the furnace, cros.s-wise to the current stream, and surrounded by granular coke c, 
b.v which they are isolated from one another. A mixture of sand and ground coke 
F covers the furnace. The initial current is 1,400 amperes at 210 volts, while at 
•he end of the run the current is 9,000 amperes at 80 volts. The chief development 
of heat takes place in the granular coke, so that the surfaces of the electrodes are 
surrounded by regions of high temperature. 
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Graphite electrodes contain only about 0.1-0. 2 per cent, of amorphous carbon, 
and about o. 1-0.5 P®'" of ash, the rest of the impurities having been volatilised 
by the intense heat. The specific resistance is 0,0008 ohm per c.c., or only about 
a quarter of that of amorphous carbon. 

Graphite electrodes are more capable than amorphous carbon electrodes of 
standing sudden changes of temperature without fracture. 

Uses. —On account of thcii durability, and Ihe fact that they are comparatively chemically inactive 
at very h^h temperatures, graphite electrodes are extensively used in the electro-chemical and electro- 
metallurgical industries,- e.^., in the manufacture of carbides and ferro-alloys, the electrical smelting 
of iron, zinc, and nichel, the electrolysis of fused calcium chloride and duoride, the electrolytic 
recovery of bromine, the production of chlorine and caustic alkalis and of hypochlorites, the cyanide 
gold and silver processes, etc. They are not used in solutions in which oxygen is liberated at the 
anode, their temperature of oxidation in air being 640" C. 


ALUNDUM 

Alundum, or corundum, is fused alumina, Al.,Os, rendered hard by a special 
process of melting and cooling. Its specific gravity is from 3.93-4.00, and there 
are two varieties, one white, of melting point 2,o5o”-2, roo", and the other red 
dish-brown, melting at 2,ooo°-2,05o’. The white crystalline variety is 99 per cent, 
pure, while the brown vitreous product is about 93 per cent. pure. The impurities 
present consist chiefly of oxides of iron, silicon, and titanium. Alundum has a 
hardness of over nine on the Mohs scale. Alundum is made (U-S. Patent.s, 
775.654) '904, and 659,926, 1900) by the Norton Emery Wheel Co- at 
Niagara Falls, by fusing pure calcined bauxite in a 500 H.P. arc furnace, and 
allowing the molten product to cool slowly during three to four hours. The 
block of alundum so obtained is broken up and used as an abrasive in the form 
of wheels, etc. It is particularly efficient for work on metals of high tensile 
strength, such as alloy steels, wrought iron, etc. It is also used for muffles, fire- 
bricks, etc. The production in 1909 was about 6,000 tons. 

It is also manufactured at Rheinfelden under the name of " Diamantin." 

Fig, 5 shows i. recent design byj. Pettigrew and E. Gerbel-Strover (PInglish Patent, 17,544, 
1911), in which the bauxite is fused in the chamber C, which is enclosed liy a vacuum jacket v, 
surrounded by some bad conductor of heat. The electrodes E pass through stuffing l)Oxes in a 
binged lid. p represents the arrangement for exhausting the air from the vacuum chamber. The 
fused material is allowed to cool very slowly in the heat-insulated crucible. 

Silicon. — Crystalline silicon is manufactured in the electric furnace by healing 
together a mixture of silica (quartz or sand), SiO^i and carbon (coke), when the 
following change takes place : — 

SiO* -f zC = Si + 2CO. 

The type of furnace used is an arc furnace tahii^ 1,200 U-P. It is constructed of fire-brick.s k, 
and is lined wllli carbon c on the interior (Fig. 6). It carries two depending carbon electrodes 
E, which extend for a considerable distance Into the charge, which consists of a mixture of coke 
and sand. The silicon s is tapped from the bottom of the furnace, at an outlet Oi, at intervals in 
the molten state, in pigs of 600 800 Ilrs. o^. is an outlet from which shg can, if necessary, be drawn 
off. Silicon is manufactured on the Continent in furnaces taking over 1,500 H.P. 

Silicon is manufactured by the Carboruodum CoropAn7 under F. J. Tone’s U.S. Patents, Nos. 
745,122, 833,427, 842,273, and 869,276. 

Properties.” Crystalline silicon, as manufactured in the electric furnace, is a 
brittle substance having a silver-grey lustre and a specific gravity of z. 5-2.6 (cast). 
It has a hardness of six on the Mohs scale, and is stated by F. J . Tone to melt at 
1,430'', though this hgure is probably low. It conducts heat and has an electrical 
resistance many limes greater than that of carbon. Acids, with the exception ot 
hydrofluoric acid, scarcely attack it at moderate temperatures; but alkalis readily 
react upon it. It contains from 90-97 per cent, of silicon, *with aluminium, carbon, 
and iron as the principal impurities. 
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lo 190S, over 600 tons ot silicon were manufactured by the Carborundum Company. It is used 
in refining steel, in place of the higher grades of ferro-siUcon, and also in the manufacture of low 
carbon ferro-alloys, such as ferro-vanadium and ferro-ehromium. In this connection silicon has the 
advantage of possessing great heat of oxidation and of giving a solid oxidation product. 

A. G. Betts (U.S. Patent, 918,648, of 20th April 1909) has proposed to use silicon as a reducing 
agent for zinc ores containing impurities such as iron and lead. Recently, silicon castings have 
been successfully made, and cast silicon pipes, pans, and other articles are turned out. On account 
of its resistance to the corrosive action of acids, and its advantage over iron in the matter of 
specific gravity, this silicon ware is expected to be of value in the chemical industries. 



FERRO-SILICON 

Ferro-silicon is an alloy of silicon and iron in various proportions. 

Manufacture.— Ferro-silicon is made by heating together in an electric furnace 
a mixture of silica (usually quartzite), SiO^, iron or steel turnings, and carbon 
(coke, anthracite, or charcoal), when the following changes probably take place 

SiOo + 2C + Fe = fFe.Si) + 2CO. 

F«rro-silicon. 

The raw materials consist of quartzite containing over 95 per cent, of silica; iron or steel 
turnings or shavings, which should contain very little phosphorus ; and anthracite, charcoal, or 
high-grade coke. Quartzite, anthracite, and coke are used in small lumps, while charcoal is used 
unbroken. Haematite is still employed as a source of iron in certain localities. The proportions 
of the various .materials depend upon the purity of the materials and upon the grade of ferro-silicon 
lo be produced. Thus Pick and Conrad cite instances for Ratbenau furnaces using anthracite 
(20.7 per cent, ash, with two-thirds silica), quartz (0.5 per cent, iron oxide), and iron turnings; 
for 23 per cent, ferro-silicon the charge was 40 per cent, quartz, 40 per cent, iron turnings, and 
20 per cent, anthracite ; while for 50 per cent, ferro-silicon the charge was 58 per cent, quartz, 
13 per cent, iron, and 29 per cent, anthracite. 

Furnaces. —Tbe type of furnace used is very similar iti principle to the calcium 
carbide furnace, and in France furnaces at one time used for carbide manufacture 
are now employed for ferro-silicon. In all cases an arc is struck between one 
electrode, or both electrodes, and the charge, so that the action of the furnace 
is partly an arc and partly a resistance action. 

The older (Rathenau) type of furnace, some of which are still in use on the Conlinenl, simply 
consists of a fiirnace-body, usually cylindrical in section, of fire-brick lined with ^rbon, into the 
open top of which a depending, adjustable electrode passes. The other electrode is formed in the 
hearth of the furnace by means of a steel plate with grooves, into which is pressed a graphite 
composition. The charge is filled in from the top and reaches to tbe electrode. The feiro-silicon 
Sinks to the bottom, and is removed every hour or so at a tap hole. The molten substance is allowed 
to cool, and then broken up into small tumps for transport. This furnace suffers from several 
hisadvantages, in that the electrode consumption is large, and that part of the charge is lost as vapour 
w the open top. 
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A more efficient type of furnace is the Kdier furnace (see also English Patent, 24,234, 1901), 
used by tlie Keller-Leleux Company at Livel (Isere). This consists (Fig. 7) of a furnace-body 15 
lined with carbon. Two suspended water-cooled electrodes, or groups of electrodes, B, pass through 
holes in (he roof of the furnace ; and a tapping outlet enables the fcrro-silicon to he drawn off. 
Slag can also be removed, and the furnace is continuous and may run for several years. The 
arrangement obviates the disadvantageous floor terminal. 

Tn these older types of furnace the current used is from 10,500-15,000 amperes at from 
40-75 volts. At IJvet (Isere) some of the furnaces of the Keller-Leleux Company take 1,200 II. p. 
More modern furnaces are built of silica fire-bricks, bound round with iron frames, and lined 
internally with carbon. Two adjustable electrodes E (Fig. 8) are suspended by chains so as 
to pass througli shafts in the roof. The furnace is of such a size that the molten material is 
separated from the walls and iron l)oUom b by a layer of solidified charge, the solidification of 
this layer being aided by air-cooling. The tapping is done through a hole in the side of the 
furnace, the layer of solidified material being pierced by a pointed electrode mounted on a small 
carriage. The slag can be drawn off as required by piercing at an appropriate height. The electrodes 
are so adjusted that there is a small clearance between them and the charge, so that an arc plays 
between each electrode and the fused charge, through a thin layer of vapour in which the action 
chiefly takes place. By this means the current is prevented from becoming diffused, and a region 
of very high temperature is available for the reaction. In the production of ferro-silicon an alternating 
current is generally used ; a direct current may be employed, but the product is then less pure, since 
it contains foreign metals produced by the electrolysis of impurities in the charge. The voltage 
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u.sed varies, according to the circum-ilanres, from about 40-80 voUs. Modern furnaces lake up 
to 4,000 H.P,, and even larger (5,000-8.000 H.lk) three-phase furnaces are in use in Norway 
and Austria. The largest furnaces are said to lake 10,000 II.P. 

Properties. — Ferro-silicon is a hard, greyish substance of crystalline structure, 
and consists of various compounds of iron and silicon in alloy with either element. 

Its composition varies widely, commercial fcrro-silicon having a .silicon content which nisy 
range from aUjut 10 per cent, to over 96 per cent, (see Silicon). Silicifies of iron having tlic 
formula.* FeSi, FeSio, Fe.^Si, and FcjSL, have been definitely isolated, while three other .silickks, 
FeSij, FcoSi, and Fe^^Si^, are said to exist. 

Ferro-silicon, as made in the blast furnace, has a low percentage of silicon, but the 
modern type of electric furnace has tended to increase the silicon content, the chief 
grades now made containing about 25 per cent., 50 per cent., 75 per cent., and 
90 per cent, of silicon. The 50 per cent, grade is the most used. Different grades 
of ferro-silicon naturally vary in propertie.s. The melting point may roughly be 
said to range from 1,200' to above 1,400“; while the specific gravity, according to 
J. Rothe, is 6.96 for a silicon content of 1 1.6 per cent., 6.48 for 24.3 per cent., 4.55 
for 47.3 per cent., and 2.93 for 77.3 per cent. Ferro-silicon is a good conductor ol 
electricity, and is magnetic, its magnetic qualities diminishing as the silicon content 
rises.. 

Ferro-silicon generally contains as impurities calcium, aluminium, magnesium 
manganese, phosphorus (and sometimes traces of arsenic), sulphur, and carbon. 



ELECTRIC FURNACE PRODUCTS INDUSTRY 409 


The presence of more than a very small amount of phosphorus k avoided, since serious explosions, - 
thought to be due to the generation of phosphoretted hydrr^en, have taken place. The grades 
of ferro-silicon most liable to become explosive are said to be those containing 30-65 per cent, 
of silicon, 

Uses of Ferro-Silicon.— It is used extensively in the steel industry as a reducing agent. For 
many years one of the great problems of the steel industry was how to diminish or avoid the blow- 
holes and pipes that were formed when steel was ix)ured from the ladle into the large ingot moulds. 
It was often necessary to cut off 20-25 per cent, of the upper parts of the ingot before perfectly 
sound metal was reached. It was found that the addition of quite small amounts, .say l-i per 
cent., of ferro-silicon to the steel while in the ladle evolved much heat from the combustion of 
the silicon. This thinned the metal and absorbed the oxygen dissolved in the steel, with the 
result that on pouring into the moulds there resulted j>erfectly solid ingots with no blow-holes at 
all. This.discovery has made ferro-silicon an important article of commerce, and it is being used 
to an increasing extent in the steel industry. 

Ferro-silicon is also used for producing some of the extraordinary acid-proof irons now on the 
market. Ironac, tantiron, duriron, etc., all contain silicon (see V'ol. I. , Sulphuric Acid Industry). 

Storage and Transport.— The evolution of poisonous and explosive gases (probably PH,) 
from ferro-silicon containing appreciable amounts of phosphorus caused several accidents (sec 
Pellew, “ Ferro-Silicon and its Dangers, Sot'. C/mu. /nd., 1914, 33, 774 )’ Conseqticntly 
in July 1912 the British Board of Trade warned shippers that the carriage of ferro-silicon between 
^0-70 per cent. Si is highly dangerous, and was prohibited on both cargo and passenger boats. 
Above and below that grade it can l>e carried if broken in pieces and stored for a month before 
shipment, and packed in strong wooden cases pierced with holes and properly labelled. Ferro- 
silicon, however, as now made with purer materials, is not dangerous. 

Statistics. — Ferro-silicon was first manufactured in America by the Willson Aluminium Com- 
pany in 1899, and is now made extensively in France, Austria, Switzerland, and Norway, notably 
at Bozel, Uglne, Livet, Meran, Courtepin, and Montbovon. 

The Electro-Metallurgical Co., of Niagara, started to manufacture ferro-silicon in 1907, and now 
turn out about 15,000 tons annually. The Electro- .NIetals Co., at Welland, Canada, commenced 
ihe manufacture of the substance in 1908, and prixluce annually 7,000 8,000 tons. The average 
consumption of ferro-silicon in the United States was, in 1914, 20,000 tons; 90 per cent, of this 
was 50 per cent, ferro-silicon, and the price at Pittsburg in 19*3*14 871 ^ ft>n. 


CALCIUM CARBIDE 

Calcium Carbide, CaC.,, is produced by heating a mixture of lime and carbon 
in the electric furnace, when the following change takes place 
CaO + 3C = CaC. r CO, 

this reaction being a reversible one. The temperature at which the carbide is 
produced in the electric furnace is variously given as 3,000“, 2,000“, or lower. 

The raw materials consist of freshly-burnt lime, containing little magnesia 
and alumina ; and of anthracite or high grade coke, containing less than 5 per cent, 
ash, or charcoal. 

The materials are, as far as possiltic, free from phosphorus, ar.senic, and sulphur. It has been 
found that, as in the case of ferro silicon, the presence of phosphorus and arsenic give.s rise to com- 
pounds which may render the acetylene produced from ihc carbide explosive and highly dangerous. 
The materials are mixed together and fed into the furnace, hy hand, in the form of small lumps. 

The electric furnaces used in the variou.s countries in which calcium carbide 
is manufactured are of many different types. In the majority of the more modern 
furnaces, in which both electrodes enter the furnace from above, the carbide is 
tapped in a molten form as described under Ferro-Silicoti ; in othep, chieRy 
belonging to the older types, the carbide is taken from the furnace in solid blocks, 
the furnace body in which the carbide is formed either being wheeled away of) 
in the case of the Horry furnace, being caused to rotate and thus carry the carbide 
away from the sphere of the electrodes. ,l tt * j 

In the modern Alby furnace (Fig. 9), which is used by the Alby United 
Carbide Factories at Odda, Norway [see Enginttnng., 87 (> 9 ® 9 )l> ^ 

is removed by tapping during the process. It consists of a sheet-iron body lined 
with carbon and mounted on wheels, one electrode being formed in the hearth 



410 


INDUSTRIAL CHEMISTRY 


by means of a steel grill into which a graphite composition is pressed, while the 
other electrode is constituted by a group of adjustable carbons depending through 
the roof. A tapping-hole is provided at one end of the furnace, through which 
the carbide is withdrawn every forty-five minutes. 

Fig. 10 shows a complete carbide plant of 4,000*6,000 kw., as erected in Norway, a is the 




tapping arrangement which runs on wheels. Il consists of a rod about 18 ft. long, at the end of 
which is an electrode connected to a copper conducting cable K. A powerful current is connected 
with this electrode, which, when applied to the opening in the side of the furnace closed by the 
solidihed walls of material, melts a hole through i j ft. of material in about twenty minutes, so that 
the white-hot molten carbide Hows out and runs off into the iron trays provided for it. 

The furnace is built of refractory material lined with carbon. T are the transformers, v the 
ventilatii^ fans for air-cooling the furnace walls, w the winding gear for raising and lowering the 
electrodes into the furnace. 

The molten carbide is allowed to cool in cast-iron trays, where it forms slabs 
about 6 in, thiclt, which are afterwards broken up. 
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The Odda works at present contain twelve furnaces, each of about i,8oo H.P, capacity, undone 
larger furnace 5 but the number is in process of being almost doubled. The current is stated to be 
28,000 amperes at 50 volts, and each furnace is capable of producing 7-8 tons of carbide per day 
of twenty-Jbur hours. 2,000 lbs. of lime and 1,300 lbs. of anthracite, with ]e.ss than 3 per cent, 
of ash, are consumed per Ion of carbide. The temperature attained is said to be between 2,800'’ 
and 3,ooo^ and the workmen are shielded from the heat by means of wire screens. 

At Niagara Falls and at Sault Sainte Marie, the Union Carbide Company employ 
the Horry type of rotary furnaces. 

The furnace consists of a vertical rotating wheel of sheet Iron, 8 ft. in diameter and 3 ft. broad. 
The outer rims are flanged, and over the flanges are placed removable iron segments, 2 ft. deep, so 
as to form an annular receptacle. These segments are bolted to the lower half of the wheel only, 
plates being removed as they come by the rotation into the upper half, and placed in position as a 
space under the electrodes becomes vacant. The electrodes are formed by bundles of carbons, 
which pass into a fixed vertical shaft, into which the charge is fed. As the carbide is formed, the 
wheel, which is under automatic electrical control, is caus^ to rotate, and thus carries the product 
out of the sphere of the arcs. When the carbide has reached the other side of the wheel, it has had 
lime to cool, and is broken off in pieces 6-9 in. thick. A complete revolution is .said to take 
place once in twenty-four hours. The capacity of the furnace is 500 H.I’., and the current is 
3,500 amperes at no volts. 

Both direct and alternating currents can be used for carbide manufacture, though the latter are 
generally the more advantageous. Recently, very large double three-phase furnaces have been 
successfully operated on the Continent. The largest furnaces run up to 10,000 H.P. 

Commercial calcium carbide is usually about 80-8^ per cent, pure, and always contains lime 
as an Impurity. Carbon and iron are among the other impurities commonly found. 

Properties and Uses-— Calcium carbide, CaC>, in the pure state is a colour- 
less, transparent crystalline substance, but the commercial product is usually 
greyish or brownish, the colour being due to impurities. It has a specific gravity 
of 2.22, and is insoluble in all known solvents. At a temperature above 1,500' it 
decomposes, probably into carbon and a sub-carbide. Its chief chemical reactions 
upon which its commercial value is based are, firstly, its property of reacting with 
water in the cold to give acetylene gas (see Martin's “Industrial Chemistry: 
Organic which is used to a very large extent for illuminating and other purposes 
CaCo 211,0 = Ca(OHb + CH.,; 

and secondly, the power of combining with nitrogen at a temperature of about 
r,2oo' to form calcium cyanamide (see Vol. I.), which is used as a fertiliser under 
the name of “nitrolim,”or is employed as a basis for the production of ammonium 
sulphate (see Vol. 1 .) ; — 

CaC + N.. = CaCNa + C ; 

CaCN. + 2lip h zU-SOt = (NII.I^SOj -t- CaSOj i CO.- 

Calcium carbide was first prepared liy Wohler in 1863, by the action of a molten alloy of zinc 
.ind calcium on carlwn ; he obtained a black substance which evolved gas on treatment with cold 
water. In 1892 both Willson and Moissan independently rediscovered the substance, and the 
firsi-named placed the process on a commeicial l>asis. The first commercial prt^uction of calcium 
carbide was made by the Willson Aluminium Work, in America in 1892, and since that time the 
industry has extended to enormous dimensions. . 

The largest carbide plants are situated at Niagara Falls (U.S.A.) ; Sebenico {Austria] ; Odda 
(Norway); Sault Sainte Marie (U.S.A.) ; Ascoli (Italy) ; Viege (Switzerland) ; Collestate (Italy); 
I’apigno (Italy) ; jajee (Bosnia); M^ran (Austria) ; and Notre Dame ile Brianijon (France). 

In the year 1910-11 the world's total production of calcium carbide, exclusive of that used for 
the manufacture of cyanamide, amounted to nearly 260,000 tons. The chief countries producing 


it were as follows 

Counlry. 

Sweden and Norway 




Produclion (Tons). 

■ 52,000. 

U.S.A. 




- 50,000. 

France 




- 32.000- 

Switzerland 




- 30,000. 

Italy 




. 28,000. 

Austria-Hungary • 




■ 22,500. 

Spain and Portugal 




• t8,ooo. 

Canada 




12,000. 

Germany - 




7,000. 

England 




2,000. 
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SECTION LXXXVn 

GRINDING AND POLISHING 
MATERIALS 

Including Abrasives, Emery Wheels, etc. 

By Alfred B. Se.vri.k 


LITERATURE 

Tiir.RK is very liitle Klerature of a s])ecial character on grinding and polishing, and the reader would 
do well In study the chapters dealing with these subjects in w«»rlvS <lealing with the particular trade 
in which he is interested— metal working, lens making, etc. 

The following hook.s deal specially with the use of grinding wheels ; — 

A. ff.\KMG. — “ Emery and its Industry.’' D^ndoii, 1912. 

ti. T. Stikk. — “Die lleutige MetalhTechnik.’’ 2 Ikunl. |Sclileifinillel iind I’olieren.) 
Leipzig, 1911. 

Aliention i.s drawn to the fact that numerous articles on this subject have appeared in various 
engineering periodicals, the follow ing l)eing sjvcially worthy of notice 

J. Hornrr. — “( irinding Machines.’’ 1915, 

H. Darbyshire. — “(irinding Wheels and i*roce.sses.‘' Hrrherfi Monthly A’c^/Vk', 
Coventry, 1915. 

(«. \V. Ht'Kl,i;Y.—“ Note.s on Abrasive Wheels." J/r’c/mw/tW Manchester, 1912. 

-Materials for grinding and polishing are necessarily of an abrasive character, as 
their action depends on the removal of projections on the surface to be ground or 
polished. The two processes of grinding and polishing are closely allied to each 
other, poli.hing usually being the final stages of grinding, though sometimes 
accompanied by a filling up of hollows which is not really a process strictly to be 
included under grinding. In order to act effectively, grinding materials must have 
a hardness greater than that of the material to be ground, and the same is largely 
true of polishing agents ; but whereas in grinding, an agent of piuch greater hardness 
than the one to be ground will usually prove economical, because of the speed at 
which it can be made to operate, the use of too hard a material in polishing will 
prevent a satisfactorily polished surface being obtained as it will cut too much into 
the surface to be polished. It is, therefore, necessary in polishing to use a series 
of abrasives, the earlier members being hard and rapid in action, and the later ones 
progressively softer so as to exercise a regularly diminishing action. To some extent, 
this effect may also be produced by reducing the size of the grains of the abrasive ; 
thus, a very rough piece of steel may be first trimmed with a fine chisel, which will 
remove any prominent projections. It may then be turned in a tathe, which will 
produce a still smoother surface ; the polishing may be continued by the use of 
coarse emery powder, followed by emery powder of greater fineness, and the final 
polish may be given by the use of rouge or lime. 

Many polishing materials are softer than the surfaces to he polished, but the 
pressure at which they are applied gives them the effect of a grater hardness. 
Thus a series of cloth discs, mounted so as to form a sort of wheel, is composed of 
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an extremely soft material, but by revolving the cloths at a high rate of speed they 
appear to become quite hard, and form a very efficient polishing tool, particularly 
if fed with rouge or lime. 

Some polishes do not require to be hard enough to abrade the surface to be 
polished, but only sufficiently so to remove tarnish ; this is particularly the case with 
polishes for gold, silver, furniture, etc. 

Grinding materials and polishes may be divided into a number of groups, but a 
satisfactory classification is not possible. The most important are 

(a) Hard mineral abrasives, such as diamond powder, steel, carborundum, 
emery, and sand. 

{b) Mild mineral abrasives, such as chalk, rouge, pumice, kieselguhr and 
tripoli powder. 

(c) Waxy polishes, used chiefly for wood, leather, boots, and shoes, etc. 


GRINDING APPLIANCES 

The hard mineral abrasives are used in a variety of forms, the chief of which 
.are (i) Cuttings tools, the material being solid with a sharp edge or point, as 
a steel chisel or file, a fragment of diamond ; these appliances abrade by their 
intense hardness, which enables them to cut into the material, (a) Crushing 
tools, such as pestles and mortars, grinding mills and crushing rolls; these act 
by the pressure applied to them being greater than the material to be ground or 
polished can withstand, the tools themselves being made of a material of sufficient 
hardness not to be damaged by the pressure and grinding. Some crushing tools 
may be used on account of their hardness ; e.g., when grinding razors and cutlery, the 
grindstones depend quite as much on the abrasive action of the sand-grains, of which 
they are composed, as on the pressure applied. (3) Abrasive powders, which 
remove irregularities in the surface to be ground partly by reason of the intrinsic 
hardness of the powder, and partly because of the pressure with which it is applied. 

Cutting tools used for grinding need not be fully described, as they are quite 
well known. Crushing tools are made of either natural materials or of artificially 
prepared ones, according to the purpose required and the materials to be treated. 
The grinding mills (pp. 166, 204) in use at the present time are made of iron 
or steel framework, the actual grinding surface being of either specially hardened 
metal, a natural stone (sandstone) or an artificial stone (emery wheels). Where 
the whole structure is of metal, the grinding surfaces (as in crUSKing rolls) arc 
parallel cylinders of steel or specially chilled iron, one cylinder rotating somewhat 
faster than the other so as to give a slight spreading action. For some purposes 
it is preferable to have two plates of hard metal, one of which is fixed almost 
vertically, whilst the other works on a hinge and a lever and is moved reciprocally 
to the fixed plate ; such an arrangement is used in the Blake Marsdcil and other 
well known stone-breakers or jaw-crusbers. Another mechanism for grinding 
hard materials is a disintegrator, which consists of a series of steel hammers 
which rotate rapidly, and are thus brought with considerable force into impart 
with the material to be ground. Edge-runner mills are usually provided with 
wheels or runners of sandstone, but these are not infrequently fitted with steel 
rims or tires, so that these machines really belong to the “all-metal ’’ class. Edge- 
runner mills are extensively used for grinding rocks, shales, and other minerals 
where a high degree of fineness is required. Mil mills, centrifugal mills, and 
Stamping mills are other forms of all metal appliances us^ in grinding, and 
the re^er should consult special treatises regarding the details of their construction. 

Mill-stones, such as are used in flour mills, operate horizontally, the material 
being crushed or ground between the upper and the nether stone. The stones 
are made of selected rock, chert being preferred, but sandstone being also used 
extensively. In the grinding of raw materials for the potteries, a mill consisting oi 
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a stone pavement over which is drapd a circular frame containing large lumns 
of chert or other hard stone is used, the material being crushed between the two 

The grindstones used for sharpening edge-tools are carved from stones 
selected from the m. Istone grit deposits, particularly those round Matlock They 
wear rapidly, require frcquent dressing, and produce a large volume of dL of an 
jnjunous character. Since their replacement by grinding wheels made artific ally 
(as described below ‘ grjnder’s phthjsis” has been almost exterminated. A 
corundum wheel will last about twenty-five times as long as a gritstone wheel so 
that the risk of the dust from it injuring the lungs of the user is negligible ’ 

For grinding by hand it is usual to employ a pestle and mortar; these may be 
made of a specially hard stoneware (p. .93) or of steel, according to the hardLss 
of the material to be ground or crushed. For chemical purposes, pestles and 
mortars made of polished agate are extensively used. Mullers or flat-ended 
hammers are also used for grinding small quantities of material They are rubbed 
over the material to be ground, the latter being placed on a plate of glass or 
polished metal, ‘ ® 

A special form of grinding device which has come into gre^t prominence in 
recent years is the grinding wheel made of a hard abrasive material formed into 
a disc of convenient size and rotated at a peripheral speed approaching 6 000 ft 
per minute. Such grinding wheels have proved invaluable in the dreskng of 
castings and for a varrety of other purposes, and in some large works they are 
rapidly replacing lathes on account of the greater speed at which they work For 
many purposes, such grinding wheels can be operated in a stream of water and 
the metal to be dressed is therefore kept quite cool, and its temper is retkned 
Without much dirnculty. 

Grinding wheels are of many different types and are made in a great variety of shapes sizes 
and hardness, so as specmlly to be suited to the requirements of the users. One large firm i^t e 

Sslm >>'P« of wheel in stock, and Lkes wheels 

With some thiriy-six dirferent degrees of hardness. 

The manufacture of grinding wheels is rightly regarded as dependent on the 
knowledge of numerous trade secrets, few, if any, of which have been published • 
It IS, however, common knowledge that all such wheels are composed of two 
ingredients-the abrasive, and the bond which unites the grains of abrasive together. 
The abrasive may be composed of emery, carborundum, corundum, alundum, 
or cithcf suitable material, and the bond may be (<r) vegetable, as shellac, rubber, 
or “ boiled ” linseed oil and resin, (i) siliceous, as water-glass, (c) vitrified, as in 
porcelain or ceramic wheels, or (d) cementitious, as in wheels bonded with cement. 

The wheels made with .1 vegetable lionil are elastic, but their speed of cutting is limited hy the 
era^raiure at which the bond “ burns,” and is therefore somewhat low. Wheels with a siliceous 
bond can be worked more rapidly, but the most rapid wheels of all are those with a vitrified bond. 

nas been found that wheels having a bond of Portland cement are unsatisfactory, as the cement 
occupies the spaces between the grains of abrasive in such a manner that instead of allowing a clean 
cultinphrasive action, the wheel becomes polished or “glued.”* and then fails to cut properly, as 
lb cuinng fragments have been covered with cement. Wheels made with sorel cement (magnesia and 
magnesjum chloride, see pp. 128, 130) are also unsatisfactory, as they are readily decomposed by water. 

e best wheels for general use are these with a vitrified bond, provided they are made sufficiently 
porous, and that the bond is sufficiently fusible to unite the particles firmly, though it must not be 
utL I developed when the wheel is in use— the bond used in vitrified 

usually a mixture of 70 90 parts of finely ground felspar with 10-30 parts of a viiri- 
aoie Clay, the Khngenberg clay being preferred to most others. It is essential that the l>ond shall 
fused, as “ thin ’ bonds do not hold the particles of abrasive sufficiently firmly, 
whppi peatly improved by the addition of a little water-glass ; this strengthens the 

s and lacihiates the handling of them dunng the various stages of manufacture. 

bv ■braaive wheel would be one in which the particles of abrasive are held together 

y ne bond until they are worn away or until they become too dull to cut, after which the bond 

wheel is one of the commonest defects of grinding wheels. It is usually due to (a) a 

'''ith ihT*" ^ bond, {i) a wheel which rotates too rapidly, {<■) loo much surface in contact 

^'jrasive bTd pressure on the wheel or surface to 1« ground, and (#) an excessively 


WitVVI V* gtvuuv 

‘ smears *' the abrasive particles instead of falling away 
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surrounding such particles would break off, leaving a fresh surface to continue the grindini; 
Hence the bond must be of such a iwture and in such a proportion that it is reduced to powder 
at the same rate as the abrasive particles are worn away ; otherwise the wheel will have to be 
“dressed” frequently. This is objectionable for various obvious reasons, though an occasional 
dressing is almost unavoidable. 

The wheels are manufactured by mi.xing the abrasive and bond in suitable 
proportions so as to form a plastic paste, which is filled into a mould made of either 
wood or steel according to the number of wheels required. In some cases the 
moulded mass is compressed hydraulically in order to give it added compactness 
and strength. According to the nature of the bond, the moulded mass must be 
left or subjected to some heat treatment whereby its bonding properties may he 
fully developed. IVheels with an elastic or siliceous bond are baked at a tempera- 
ture of i5o°-2oo° C. Those with a vitrified bond require to be heated for sixty 
hours in a kiln, the final temperature attained Ireing about 1,400° C. The rough 
wheels have a shaft fitted to the central hub, and are turned true by means of 
diamonds or “ dres.sing tools” of exceptionally hard steel, after which they are ready 
for use. 

The manufuctureT^uites consiilerable knowledge of a special character and a high degree of 
technical and mechanical skill, for the liest wheels are made of an ailiticial abrasive which h.is 
to be prepared in an electric furnace, and the liond is developed by healing the moulded wheel in 
a kiln under conditions equivalent to those for the most delicate porcelains. Moreover, the tests 
applied to the finished wheels are necessarily far more severe than those applied to most oilitr 
materials, for firsl-class grinding wheels nrusl stand an enormous peripheral speed of rotation and 
lie capable of being brought up “ dead against the material 10 l>e ground wiihoul there tieing the 
slightest likelihood of the wheel flying to pieees or Ireing crushed in the impact. In oriler to drive 
such a wheel at its highest speed it Is necessary to see that ii is perfectly halanceil ; this is one nf 
the chief objects of turning or “dressing it ” Irefore offering it for sale. 

The two chief characteristics of abrasive wheels are the firtencss of the texture (due to the si/c 
ol the particles of abrasive and known as the grain or grit of the wheel) and the hardness' or 
resistance to crumbling (technically known as the grade). The various grades are produced by 
altering the nature and proportion of the bond used to hrdd the grains together. 

The fineness or sizes of grain in the abnasive are usually expressed by a series 
of numbers, = and the hardness or grade is represented by a series of letters, 
arranged alphabetically, A representing the softest and Z the hardest grades. The 
following table by Burley shows the classes of work for whioli the various grades 
are most suitable ; it is, however, very incom()lete, as no indication can be given 
of the nature of the abrasive nor of the bond used. 

T.tEi.E GiviNti Gr.xde and Gkain for Different Ch.ss.sK.s of Work. 


Cljihs of Work. 

Sue of 
<>rains. 

Degree of 
Hsrdaess. 

Cieneral machine work 

30—36 

X-P 

Tool grinding 

20-30 

X -Q 

Malleable-iron castings • 

16—20 

0 -k 

Chilled-iron ca.stings • • i 

16 

l‘-K 

Wrought iron 

16 

0-0 

Car-wheel grinding - - - . ; 

20 

N -1< 

Drop forgings ..... 

30 

P 

Twist drills ! 

46 

K— N 

Reamers and taps • * • i 

46—60 

K-N 

Milling cullers . \ 

46—64 

K-X 

Steel castings | 

16 

P-K 

Bra.ss castings j 

30 

M — 0 

Bronze castir^.s . . . . ; 

20 

O-P 

Lathe and planer lool.s • - • ! 

20-36 

O-Q 

Small toTjls 

Oo 

X-P 

Woodworking tools - • - ' 

46 

K-N 

Rough grinding • • - • 1 

16 

0 -Q 

1 Surface work on steel - • ■ 

i 

20 

M-P 


' When manufacturers speak of hard or soft wheels they refer to the Irehaviour of the wheel es 
a whole, and not to the abrasive or Iroml of which it is composed. 

Nominally the number of hides per running inch in a sieve which will just pass the particles. 
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H. Darbyshire has published the following figures showing the fineness of 
wheds specially suitable for the materials mentioned : — 


Marble 
Glass • 

^ft cast iron • 

Hard cast iron • 

Bronze - • - . . 

Machine steel or cast steel (either hard or soft) where rapid reduction 
of stock is required, and up to 60 grit when high finish is desired 


2 to 6 
16 
24 
46 

60 to 80 
24 


For precision work In engineering shops, wheels containing several sizes of 
grains are used. Thus, for most purposes, a wheel made of 24, 36, 60, and 80 grit 
Ls all the advantages of a 24-grit one, together with the finishing power of an 80- 
grit wheel and greater economy in use. 

The reader interested in the manufacture of grinding wheels should consult the works by 
Haenig, Stier, etc., mentioned in the Literature list on p. 413. At the same time he should not be 
disappointed if he gains little or no information on the {Mints on which he requires it most urgently, 
for the roanufacUue of vitrified wheels is kept more rigidly secret than any other corresponding 
industry. The manufacturers of the wheels arc willing, in most cases, to give useful hints on 
the selection and employment of their wheels for various operations. 

Abrasive wd cloth is made as follows :— 

First the' stock passes between circular rolls which print on one side the name of the company, 
the kind of abrasive used, and its number 5 it then pa^s between two rubber rolls, the lower one 
of which is immersed in a tank of hoi glue. The coat of glue, which is deposited on one side, is 
next spread evenly by a narrow brush which extends across the stock, and has a very rapid 
reciprocating movement. Just beyond the l^ush there is a hopper, from which an even stream of 
abrasive falls upon the stock ; the latter then {»s$es under a steel roll, which forces or imbeds the 
abrasive grains into the glue, holding them firmly on the slock. 

The paper or cloth next passes over an elevated drum, and is then gathered up into loops about 
12 ft. long by an end!ess*chain mechanism, which at regular intervals carries a wooden cross-bar up 
under the sheet as it feeds out, When one of these sticks upon which one of the loops is suspended 
is conveyed to the top, a horizontal track and is conveyed along by a slow intermittent 

motion so that the first coat of glue will have time to partially dry before the next coating operation. 
This intermittent motion is obtained from a framework that extends above the track and moves 
back and forth. The stroke of thb frame is alwut 12 in., and with each forward movement pawls 
on it engage the cross-bars upon which the ioo{>s hang and push them forward a distance equal to 
the stroke of the frame. On the return stroke the pawls simply lift and glide back over the slicks, 
and then engage another set on the next stroke. As the result of this intermittent movement, the 
loops of cloth Of paper swing to and fro as they gradually move along, presenting a rather grotesque 
appearance. , , , . , 

About one hundred feet from the starting point, the paper which has partly dried passes through 
a second glue-coating process. This is known as “ The glue is much thinner than is used 

for the first coat, and is applied to fill up the interstices between the abrasive grains and hold them 
more firmly in place. W'nen one of the loops approaches this second or sizing machine, it is 
straightened out as the paper is drawn between the tensioning and glueing rolls, and this straighten- 
ing out draws the loop cross-bar (which has passed beyond the feeding pawls) forward, and the 
cross-liar drops upon conveyer chains, and is lowered to the floor. 

The paper, after passing the point where the cross-bar support is removed, is drawn over a 
curved platform down to the tensioning rolls, and then to the second set of glueing rolls. After the 
sizing operation, the paper passes over a dram or roll on the periphery of which are rais^ strips 
that incline from each side towards the centre, ^milar to the teeth 01 a herring-bone gear. This roll 
is to ceotre the paper before it again enters u{x>n tlic drying track. The paper is now gathered up 
into loops upon cross-bars which are automatically elevatw at proper intervals, the arrangement 
being the same as that used after the first coating process. • . j 

The loops of coated paper now begin 1 long journey which continues m a straight line to the end 
of the room, the motion Ming intermittent and effected by the feed-pawl mechanism previously 
referred to. When the procestion of swinging loops reaches the end of the room it makes a short 
turn on a curved tra^, and proems back in the owxisitc direction. The feed of the cross-bars 
around this curved cimI is obtained by a pawl-feeding mechanism similar to that described, excep 
that it is curved to conform to the track, and this curved, fan-shaped frame has an osciUalmg 
movement instead of a ittiighl-line motion. , , ,■ 

After passing the curve, the loops, which hang quite close together, travel in an unbroken line 
and on a cootinuons track from one end of the Elding to the other several times. At 
the last track the suppoi^htf cross-bars fall on to another chain conveyer, wd are earned down to 
the floor. The «oi U then drawn over another curved platform, just beyond which there is a 
series of rolls which Iron out the wrinkles and also provide tension preparatory to winding the coated 
stock on to an arbor. ThIiU the end ofthe coating operation. 

complete patsage from the first coating rolls to the end where the ** 

wound on to roiU regret several houra. When the tracks are completely filled with paper they 
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hoM a ctmtinuoQS sheet (joiaedliy glue when btealcs have occuired, or where a sew n^l of ^per 
has been started) wbkb, if straightened out, would extend about eleven milea 

The coaling process is practically the same for cloth as^or paper, except that the cttith htock 
requires Mo passages through the coaling machine, one for coating with glue and another for 
coatii^ with both glue and abrasive. A meliminaiy coat of glue is necessary, beorase Ao doth 
absorbs more glue than the paper. Stock varying from ig-^ in. wide can he run throif^ this 
coating machine. When a lot of paper or cloth k to be coated, the wide stock is put feugh 
first, the order beii^ Irom wide to narrow. This is done so that any wear which in^gjit occur on 
file rubber glue.coating rdls will not affect the narrower widths. Similarly, stock requuring the 
coarse abrasives is coated last, the order being from fine to coarse to avoid any possibility of coarse 
grains which might have remained in the machine being deposited upon a paper of finer grain, 

The large rolls of coated stock are cut into various shapes in another department. 


HARD ABRASIVE POWDERS 

The hard mineral abrasives, either in the form of wheels, as just described, or 
in powdered form, are extensively used for grinding and polishing. They are 
sometimes used for cutting, as in the cutting of stone blocks by a'band of steel 
with wet sand as the real cutting agent, but their chief use is for grinding and 
polishing. The most important of the harder abrasive powders are the following :~ 

Diamonds in the form of either fragments or coarse powder form the hardest 
abrasive material known. It is used by lapidaries in the cutting of gems and 
precious stones, and for other work in which no softer abrasive ,can be used 
economically. The larger fragments of diamond are held in a special clamp 
and are employed as cutting tools, but the smaller fragments are used as powder, 
applied to the surface to be ground under pressure, water being also used to 
prevent loss by the flying dust. 

Carbonindum, SiC, is prepared by fusing a mixture of petroleum residue, 
coal, or pitch, with fine quartz sand and a little salt in an electric furnace. It ha.s 
a hardness closely approaching that of diamonds, and is extensively used in tlie 
manufacture of grinding wheels and artificial grinding stones. 

On account of its hardness it is rapidly replacing corundum in some industries, though it is more 
brittle and less economical in use on account of the tendency it has to wear away rapidly. 

The crystals of carborundum are small with sharp edges which are just brittle 
enough to break slightly in use and thus produce a material which cuts cleanly and 
rapidly and prevents glazing, so that carborundum forms one of the best of the 
hard abrasives. 

Ciystolon is a registered trade name for the carborundum manufactured b)' 
one firm. 

Corundum, Al^O,, occurs naturally and, in an impure form, as emery ; it is 
prepared artificially on a large scale in the neighbourhood of the Niagara Falls, 
U.S.A., by fusing bauxite or other forms of alumina in an electric furnace, and it is 
then known as aluudum. Another variety — a by-prdduct of the thermite welding 
process— is known as corubin. 

Etnera is found chiefly in the Greek island of Naxos, and consists of an vg gwg via of crystalline 
ilumiim (corundum) and mi^netiic (iron oxide), with about iz per cent, of imier minerals, of which 
the chief is lourmaline. The best qualities contain about fio per cent of conndum. Deposits of 
lesser importance also occur in the states of New York and of Manachusetls, whUst a deposit of 
very pare coraodum occurs at Hastings County in Canada.' The grinding power of emery depends 
slmost entirely on the proporlion of corundum it contains, and on Uw effect of tlm other ingredients 
in detracting from the hardness of this material ; it is therefore probable Ibdl Uf^lmneased f^liile' 
in the manufacture of artificial corundum of a parity fax greater than that ofeBmrih the artificial 
■taterial will e&ct a severe competition with the natonlly occurring emery, eipifltUy 

> The CaoadieD depoat npi^ the best mtoial owimdWB on the BBi'ket. 
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ntediSltJfiltfioS >• coMOurf' At the present lime, however, the tost of the artificial corundum is 
so “ ““P** *“I“ *'■* “''1'"“®* UM of emery for some time to come, particularly 

us feund to be more reliable than some of the artificial product. 

EMctrite is a composition— the nature of which is kept secret— intermediate 
hetween artificial corundum and emery in hardness. Carbo-corundum is a 

similar material. 

Corundum, emery, and similai materials must be ground before they can be used ; the ground 
product is sifted into thirty-three sites of grains. 

" The co&rser grains are known by the number of holes per linear Inch in the sieves through 
which (hey have last passed, but grains finer than those which are retained on a 250 sieve are 
set^rat^ ^ levigation, and are marked according to the number of minutes they remain suspended 
in water. No numbers are used for this purpose, but the fineness is indicated by the number of 
cyphers, thus 0 is the coarsest and 00000 the finest levigated emery. 

’^^EmeiYi conu^um, and several other abrasives are mounted on cloth or paper and sold under the 
names of tmrj clott, emery paper, aaod paper, etc. Glass paper is seldom^ made with glass, 
ouarte grains b«ng harder and more satisfactory. The adhesive used is strong glue, with which 
the material (cloth or paper) is covered, and the abrasive is then sprinkled on by means of a sieve 
and adheres when the adhesive hardens. An eitensive arrangement is required to hold the long 
strips of cloth <x paper daring the coating processes, and to enable the glue to harden before the 
Mrius are wound on to a roller. The pUnt is largely automatic in character, the cloth or paper 
being fed in at one end, coated and dri^, and the fini^ed product being sippHed in the form of 

^ "^It irt^tonw^ to employ garnets on paper used for wood-working, carborundum or emery 
cloth for leather goods, and corundum, carborundum or emery cloth for general machine work. 


Sand (Hfipure silica) is largely used for abrasive purposes, both in its 
natural form and as sandstone. The grinding stones used for flour mills, cutlery, 
and other purposes are usually of selected sandstone. 


For polishing, sand and water make an excellent abrasive for metals, glass, and other relatively 
hard sutWfi. In the form of a miniature sand storm, sand has l)eeD used wiih great success for 
erindine and smoothing complex surfaces, and the sand-blast is now considered essential in several 
industries. In glass manufactories, sand is used in the production of ground glass and for polishing 
lenses and in the metal industries it is employed for cleaning and finishing castings, the sand grinding 
off the dirt and aggregations due to casting in a simple and rapid manner. Sand is not nearly so 
hard as corundum, but its low cost is greatly In ite favour, and U is sufficiently hard for many 
purposes so that there is little or no advantage to be gained, in such cases, by using the more 
costlymaterial unless very rapid work is to be done, or the articles to be ground must be 
with great accuracy, us in precision grinding. 


more 

cut” 


Crushed Steel, made by heating steel to bright redness and quenching it 
suddenly in water, is a popular abrasive in the United States, especially for stone 
and marble dressing, about 600 tons per annum being used for this purpose. 


MILD MINERAL ABRASIVES 


The mild mineral abrasives are almost invariably used in the form of powdere,* 
and are employed more for polishing than for actual grinding, though, as already 
explained, the two processes are almost identical. 


Chalk, CaCO,-preferabiy in the form of precipitated calcium carbonate, 
which is more free from grit than ground natural chalk— is an extremely mild 
abrasive, much used in the manufacture of dentifrices, and of polishing powders or 
silver and plated goods. 


Lime, Ca(OH)„ is latgely used by silversmiths in preference to chalk. 

RoiigK « jttStuily imposed of extremely fine iron oxide, prepared by precipita- 
tion, gentle ignition, and then separation of the finest particles • 

There are teKtKHW in which finely divided iron oxide is “i 
and tbes| sew as fOrthet aourcea of supply. ‘ The finest rouge of all that employed 
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for the complexion — is prepared from safflowers {fiarthanms />i«rMr)>^;,-pul. 
verising them with a solution of carbonate of soda, and subsequently^net^lising 
this with dilute acetic acid. The precipitated rouge is allowed to fall on dfewtent 
cotton. The rouge is removed, subject^ to a fresh treatment with soda and p&ced 
in a vessel containing very fine talc. On the addition of dilute citric or acetid acid, 
the colouring matter is again precipitated and collects on the talc. The product is 
iground by hand with olive oil so as to ensure the desired mellownesa 

Rouge is chiefly employed in giving the final polish to metals, its softness and freedom from 
grit making it specially suitable for this purpose. The red colour of the material also imparts 
a pleasing tinge to metals polished by its aid ; for this reason it is often mixed with chalk in the 
preparation of plate powders. The cost of rouge is such that it is only employed where a cheaper 
abrasive will not give the desired result. 

Tripoli (uwder or rottenstone is an alumino-silicate of variable com- 
position or ewn a number of alumino-silicates which happen to be suitable as 
abrasives and polishes. 

The best quality comes from Corfu and is infusorial like kieselguhr, but little notice is now 
taken of the source so long as the material is satisfactory. A variety of tripoli powder termed 
rottenstone is found at Bakewell in Derbyshire ; it is a highly aluminous and very soft rock, and 
owes its brown colour to the iron it contains. 

Kieselguhr is a fine siliceous powder composed of the sheaths of minute 
diatoms and is one of the best known forms of diatomaceous earth. Like other 
forms of exceedingly finely powdered or levigated silica, it is largely used as the 
abrasive in pastes and liquids for polishing metals and wood. For this purpose it 
must be free from all gritty particles. 

Pumice stone is a product of volcanic action, and is therefore found in the 
neighbourhood of volcanoes. Large quantities of it are obtained from Rhenish 
Prussia. 

It is a more powerful abrasive than the other mild ones just mentioned, and is largely used as 
a preliminary polisher in cases where a quick-acting abrasive is required, but where sand or the 
harder abrasives would be unsuitable. It is also mixed with soap to increase the detergent properties 
of the latter. 


POLISHES 


Polishes are of two kinds : those which rub away the surface of the material 
until a smooth and polished surface is obtained and those which cover the material 
with a coating which is, in itself, smooth and reflective. The former kinds of 
polish are abrasives and have been described in the pages immediately preceding ; 
the latter are more in the nature of varnishes and lacquers, but differ from these 
in several marked respects (see Martin’s "Industrial Chemistry: Organic") and 
partake rather of the nature of oils and waxes ijHd.). 


Polices may be required chiefly to restore a bright surface which has become dull on exposure, 
and, in the case of metals, has b^me covered with a film of oxide which makes it tarnished. 
The object of the polish is to remove this tarnish, wbiUt at tbe*«ame time remonng p little of tne 
metal as possible. This may be eflccted by the process known as bnffinr, which consists in holding 
the article against a rapidly rolatine disc of cloth charged with a mild abrasive, such as lime or 
chalk ; but useful as is this method for the manufacturer, it would be too strong for 
of the finisflied goods and would wear ai»y the sur&ce too rapidly if frequently repeated. Ine 
abradve is therefore applied with a piece of flannel and is rubbra by hand on to the object to oe 
pdished, the surface being afterwards finished with a wuh’leather (chamois leather) or 
trade”) by rubbing with the fleshy nrt of the palm, this latter being superior to any ot 
polishing medium for giving the final polish to metals. 


It is not always necessary to use an abrasive of a solid nature; thus 
solution a{^ied with a piece of flannel will frequently renew the polisdi tm „ 
metals, and paraffin is a weU-known remover of rust Most mew 
contain both solid and liquid abrasives and a deteifent, the be«t known on 
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consSI^ 4f soap, oil, whiting, chalk, or finely levigated silica, and a colouring 
ag^hi^^ of the much advertised br^s polishes contain finely-ground sand 
or chief solid abrasive, and oxalic acid and paraffin as the 

chief Jiipiios for removing tarnish. 

There are two kinds of polish on metals; one is known as “coloot'’ and Is almost a mirror-like 
poUdi, m which all the gram of the meUl has disappeared. It is seen on high-class steam fittings, 
etc. , and is by holding the work against bobs or mops of felt or calico charged with a mW 

abrasive such as whiting or lime, though it may be produced on work running in the lathe if the 
finest abrasive cloth or paper is used and followed with a piece of wash-leather chargii with 
meUl polish. ^ 

•The other kind of polish^ surface is seen on scientific instruments and is known as mathematical 
grain. It w somewhat difficult to describe Us exact appewance, hut if an astronomical telescope 
photographic lens, or microscope is carefully examined, it will lie seen that there is a certain amount 
of grain under the polish. Th-s is obtained by the use of planishing and burnishing tools, the metal 
being subsequentlj^vercd with lacquer such as those described in Martin’s “Industrial Chemistry ; 
Organic,” pp. 48 , wfij 348. 

Stove polishes ate of several kinds. The one chiefly used some years ago, under the name 
of blacklesd, consisted of finely-ground grapbile-a form of the element carbon which occurs as 
a mineral in Cumberland, Ceylon, and elsewhere. Brunswick bUck consists of asphaltum or 
pitch mixed with turpentine and linseed oil and heated until the mixture becomes uniform throughout, 
but some of the preparations sold as Brunswick black contain lienzoline and other vehicles, and the 
pigment is bone pitch or some other convenient form of carbon instead of asphaltum or bitumen. 

A well-known “brilliant ’’stove polish consistsofan ink made by precipitating sulphate of iron 
with tannic acid, the liquid being mixed with boot blacking ; another— almost equally well known- 
consists of plumbago or graphite mixed with water-glass and glycerine, sufficient aniline black 
being added to give the desired tint. 

Furniture polishes consist chiefly ■ of beeswax or paraffin wax, soap, 
turpentine, alcohol, and water, made into an emulsion, but some consist of a' 
solution of saudarac and shellac (with or without gums) in alcohol. 

French polish for woodwork consists of shellac dissolved in alcohol and 
coloured with “dragon’s blood,” Various other gums, such as benzoin and juniper, 
are also added by some polishers. 

The proportions vary very greatly, and are apparently adapted to suit the skill of the workman 
rather than to secure the best result apart from any question of skill in application. 

Boot and shoe polishes vary greatly in composition, but their essential 
constituents are shellac, wax, lampblack or an aniline black or light brown dye, 
with turpentine, paraffin, or alcohol as a vehicle . Too much shellac must not be 
used or the polish will crack. Spermaceti is used to prevent this in some polishes. 
To prevent the paste from drying to an inconvenient powder, a little glycerine may 
be added with advantage. 

Boot and shot polishes are more conveniently considered under Waxes (Martin’s “ Industrial 
Chemistry: Organic”), 

Boot btackifin consist of bone-black, sugar synip, sulphuric acid, and olive oil, or their 
equivalent*. 

Me ch an i cal inethoda of p ol i f h i ng are very various, each industry employing it^ adaptations 
of the general method*. In most cases th^ conrist in applying ihe abrasive or waxy polism to the 
article under a considerable pressure, this being applied by hand or mechanically, according to the 
nature of the materUl to be policed, Thus, wood polishers work entirely by hand, but in the polishing 
of stones, lenses, and metals the earlier stages are all carried out mechanically— usually by rola^ 
® disc carrying ^e abrasive aod applying the object to be polished to this, or by making the olgect 
applying the^jibwuive to it under the pressure of a metal or wooden polishing tool. The 
®ay be assisted by the use of mechanism, but the pressure to be applied is usually so 

t§nt that it muM be ap^ed by the hand of a skilled opmlWe. 
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SECTION LXXXVHl 

PHOSPHORUS 

IBy C. Ainsworth Mitchetl, B.A. (Oxon.), F.I.C. 

PHOSPHOwi in combination with other elements is one nf u ' j 

subsunces in nature. In the form of calcium phosphate it L I •''“t"'’""* 
stituento^nousmineriassuch as phosphorite Ld apatite, in whers"iri™m 
as iron phosphate alummtum phosphate, etc. It is also a chief eons i 0^0^01 the 
hones of vertebrate animals and is found in the brain substance, muscles etc 

1, seventeenth century by Brand who 

had ignited-tte residue left on the evaporation of urine in a s4ch fo the 

ftZi ’ “ “ dlXtion 

Until comparatively recently modifications of this method were still the only 
manufacturing processes. " 

By dry dUtilUlion of bones in iron retorts, a dislillate known as Dipoel's animal oU is 
obtained, wh^ a residue of bone charcoal or bone earth is left behind. ^?his bone charcoal 
after being use^s a d^lotising agenr in sugar refineries, is calcined to obtain bone ash which 
was formerly obtained by dirertly calcining the lames in kilns. ’ 

This ^ is wuhed in leaden taaks, first with hot water, and then with the calculated 
calcium salS!?^"' *'*'* '*’ in the ash into the soluble mono- 

Ca^POj), + jHjSO, = aCaSO, + CaH,(PO,h. 

®"'p''>'« ‘h' phosphate solution is decanted, 

wo^ charcOTl, ^ evawraled to a nearly dry solid mass in iron pans. 

j "**‘*4 i“ horiionul terra-cotta retorts, arranged back to back in rows in a 

mn™ twenty-four hours the monocalcium phosphate is 

converted into calcmm metaphosphate - 

CaH,(PO,)j = 2 H ,0 + CafPOs),. 

Phe tempmature ti then raised to white heat for about forty-sis hours, with the result that tri- 
cium phosphate u predoced, wUle carbon monoxide is evolved, and free phosphorus distils— 

" - 3Ca(PO,)g + loC = loCX) + CajfPOjla + P^. * 

under water, auid is purified by Tedistillation witn a small proper* 

A sundg and is finally moulded Into cylinders under water. 

of pUfificalioQ used in France is to treat the phosphorus under warm water with 
am! pptMatem Wch 

Dortinn to.tMt process, apart from the cost of the raw material, are that it only yields a 

nrnHiiia^* IwsptKN^ pfosent, and that compounds of phosphorus and sulphur are simultaneously 

thin f« ’ ^ MW aiitatoaentlr to be elimlntted. Hmce the final yield of the pure product is less 
oSgioalii^ 

the decom^JtStt^iiS^^S^ hydrochloric add was used instead of sulphuric acid for 
Wbhlet 179) devised a process of obtaining a better yield 

buf ^ " ?C*S‘0» + «°CO + Vt 

' ^ requii^ and that the calcioin siUca% 



424 bNDU^IAL itfEMISTRY 

attacked the retorts to such an extent as to render the procew unpracficalj{|e on a 
manufacturing scale. For the same reason the process could not be used for the 
treatment of mineral phosphates. f 


Readman and Parker’s Process.— It was not until an electric furnace was 



Fig. I.— Vertical Section. Fio. 2. — Arrangement of Electrodes. 

Readman and Parker’s Phosphoros Furnace. 


used fur heating the mixture (1898) that it was found possible to prepare phosphorus 
by Wohler’s process. Readman and Parker’s furnace is shown in Figs, i and 2. 



Fio. 3.— Phosphonu Fnmace of the Electric Reduction Co. 

A finely-ground mixture of ico parts of pbosphorite with 50 parts of sand and 50 parts of 
tbarcoai is introduced into the hopper a. u t . 

Afto the initial heating has been effected by a current passing Ibroi^ die movarae carlwns 
A the laUer ate withdrawn, and an arc-light made to ptss between Uie tiectiades c . aiic 
phosphonu fumes pass throng the tube and are condensed in water contained in copper 
receivers. 

.^oy^ oxidation of the phosphorus may be preeeated by pasatog % enneot of coal- 
gas thtot^ toe retort (German Patents, 107,736 and 
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In ttefiimace of the Electric Reduction Co. (Fie. the miTinn. r,f u 

is plac^osAbed t, beneath a rod of graphite oVtitL^istance 11^ f “r 

carbon B;' SOn transmitting a current the rod d bKomes white hm ? u' “f 

decomposes the ^osphate misture. The phosphorus fumes escane 
condensers, while the slag is afterwards removed through the outlet *"** 

To decompos^^tion Of the water in the condensers by the phosphorus 

vapours die Compagme Eiectrrque du Phosphore, Billaudot et Cie, have patented 
(German Patent, ^6,498) a process whereby the condensation is effected in an 
atmosphere of carbon monoxide which is formed in the reaction. 

A ^tiairram a( tKflr &rnar^ ib c>i.^iirn Sn v:.* a rn. 



Fig. 4.— Phosphorus Condensation Plant of the Compagnie ^lectriuue du Phosphore, 
Billaudot et Cie. 


monoxide) formed in the furnace f are freed from solid particles by passing through the lube a. 
Thence they pass through D and the upright tubes T, which are kept at 50^ C., into the tube E, 
where the bulk of the {mpsphorus condenses and falls into d. The regulation of the temperature 
and the speed of the (Mssage of the TSpours is controlled by a current of carbon monoxide, whicli 
IS stored in R and can be forced through the openii^ t in the tubes r. Any phosphorus escaping 
uncondensed from E passes onwards mto the lower g, where it is brought into intimate contact 
with a solution of coj^r sulphate. The resulting copper j^osphide is used in the manufacture 
of phosphor bron^ 

The electrical methods of producing phosphorus are everywhere taking the, 
place of the old method of distilling bones, for the high temperatures requir^ for 
the reaction (i,3oo”-i,45o" C.) are in this way most economically obtained. The 
residual sla^ still contain about ao per cent, of the phosphorus originally present. 
This is left in the form of irreducible iron phosphide or silico-phosphoric acid. 

In Neumaim’f ptoceu {.ZeU. mgm. Oum., XCV., 291) a better yield of phosphorus is 
obtained by reducing phosphoric acid with carbon at a temperature of C.— 

aHPOj + 5C = aP + 5CO + HjO, 

barthenware rriortaaie used for this purpose, and lower grades of phosphorite may be used as 

‘lie raw material. 

Hardiog't ptocCM U bated upon a siiailar reaction. Phosphorite is litst decomposed with an 
eJciM of ajphutic add, and the phmphotic add solution filtered from caldum sulphate mixed with 
evaponted » dnaett. It b next heated to expel sulphates, and the residue of 
^djlBiiibertt oxldeaia reduced in an electric fun»ce. 




Jh- > -4 

The &nuItiM(ii» prodacum <if wdiiA cinim: wd |ita(ih(mh taBilfeHUbett 

■tod Ptuk’s Gerwui Pattat, 9it|^ and Bni^ ^ J«eO^ Eot^ PaMnt^s^f^l^' 189S. 

In Joodnua’s process on th^Ih^ Uw MS' miteml, pheephoriw, U heued^^;^s^is of 
. charcoal in carhide furnaces, and (K phoyhnrus fumes condensed; in urstei tovert-r-l' - 

- Ca^<k)A+ji4e = 3CaC, + P, + «CO. C «• 

It is doubtful whether the cubide thus produced would besnCkientljr pure for ordinary purposes. 

Reduction of phosphoric acid or phos^ates ' with metallic sioc or aluminium (Rosselt ^rman 
.Patent, 71,259) in (he presence of sand has also been proposed as an industrial method of preparing 
phosphorus. 

Properti^— The so-called yellonn^ white phosphorus is 'a munjihe solid 
which melts at 44.4“ C., boils at 287' C, and has a s^ilic ^vityof' {.83. It 
is insoluble in water, but dissolves readily in carbon bisolphide,-i^ if slightly 
soluble in alcohol and ether. It " phosphoresces ” in the dark, and wbeP taiposed 
to the air in a finely divided state ignites spontaneously. - . ‘• 

In Mitscherlich’s test for the detection of traces of white phosphorus the 
substance is boiled with water in the dark, the steam begpming lumitfous when 
phOSpbprus vapours are present. “ 

Pho^horus dissolved in carbon bisulphide will precipitate metallic phosphides 
from solutions of salts of the metals, as, for example, silver phosphide, PAg^ and 
copper phosphide, CujPj. 

White phosphorus is extremely poisonous, and absorption of the vapours, causes 
chronic necrosis of the jaws and teeth. 4 ’ ' 

Allotropic Modifications of Phosphorus.— Several allotropic forms of 
phosphorus are known, including Schrdller’s “amorphous" red phosphorus dis- 
covered in 1845, Hittorf’s black phosphorus, and Schenk’s scarlet phosphorus. 


Red Phosphorus, which is rometimes also termed amorphous phosphorus, 
though it forms hexagonal crystals, is dowly produced when white phosphorus is 
exposed to light. It is more rapidly prodw^ by heating ordinary phosphorus 
in a vacuum at 300” C, or with a trace of iodine at a lower temperature. 

On a manufacturing scale it is prepar^ in Albright’s apparatus, which consists 
of a cast-iron vessel containing an inner porcelain chambn, the top of which can 
be screwed down. The space between the inner and outer cham^. is filled with 
sand, and the iron vessel also rests upon a sand bath, which is heated% eight days 
at a temperature of 23o°-25o° C. From the top of the porcelain chamber containing 
the soluble phosphorus there passes a bent tube, the end of whicb dips into a 
trough of mercury to form a seal 

At the end of the operation a mass of red phosphorus, mixed trith unaltered 
white phosphorus, is left in the chamber. By boil^ the mixtoaN with sodium 
hydroxide solution the white phosphorus is conrerted into phosphine, PH,, which 
escapes, leaving the red phosphorus urulteted. 

A more recent method of separating the two varietiea is based upon the difierence in their specific 
gravity. The mixliiie is first finely ground nnder water, and then inontpoiated With a solution 
of caldom chloride of sp. gr. 1.9 at 50° C. The withe pboapborus (sp. gr. i.83-t-84) melts ami 
rises to the snr&ce, while the led pheapborns (Ki.ay. 2.1) remains at the bottoam A Mparation 
of tiie two kinds of phosphorus mayaiasbe efeted by extracting the mixtiuewi(b,<lrbon bisulphide. 

Hittbrf's Black Phosphorus.— This is prepared by heating tigittsfifewphorus 
anfh in a sealed tube to a tempeiature of about 800’ 
dinolTiog the lead by means of an i^ei^rolytie batb.of lead aestaBiSl^'j^tf 
Metallic batanth mav be used instead of lead in this noeoahoafla lofar y>em 


of the black {dioqpbonis is obtained. } 'h ~ 

Hie aMpfiegaMily of ithtoers Budifiettiaii b a, 3 l.a. 3 ir:;)h is SHN wd 

* a’OxiMsniyakiwfyiolbelir.. ' ' f 
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^ phosphorus with a trace of iodine 

^ phosphorus at temper;da 4 , 

•”" -edification peIUsapuce.colcu.d proda« 

■' “ “ violrt modification with a 

Sdienks^ Strict Phosphorus is obtained by heating a solution of ohos- 
phoru* ;o a solwnT that acts at the same time as a catalytic agent, c.g., phospLrus 
tnbrotmtte After several hours at a relatively low temperature (i 75° C f the scarlet 
phosphonw B dept^ted as an amorphous powder, which is separated from the 
phosphorus tnbrotnide by boiling it with water. It has the stability of ordinary 
red phWidwruj but reacts more readily with reagents, and is therefore used in the 
manutdcture or safety matches. 

In patent^ by Totenhaupt (German Patent, 171,364) this modification is obtained by 

heating a aotetion of white pbosphoras m a hydrocarbon such as benzene or naphthalene for several 
hours at lao C. m the presence of 0.25-0.5 per cent, of iodine. 

In addition to its pMcipal use in the match industry, red phosphorus is used in 
the preparation of hydriodic acid, and for producing a vacuum in electric lamps. 
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SECTION LXXXIX 

MATCHES 

By C. Ainsworth Mitcheu, B.A., F.I.C, 


LITERATURE 


Clayton, E. G.—Prac. Chem. 1911, XXVIL, 229, 

/. Set. CUm, Ind., 1912, XXXL, 568. 

W. JiTTEL.— “Zlindwaaren PAbrikation.” Vienna, 1897. 

J. KELLNER.— ^‘Handbuch der ZUndwaaren Fabrikation.” Vienna, 1886, 

Prior to the invention of phosphorus matches early in the nineteenth century, 
" friction lights " were manufactured by Walker in this country. These consisted 
of antimony sulphide and potassium chlorate, and were ignited by friction upon 
sandpaper. “ Lucifer ” matches of a similar character were invented by Jones. 

Th« fottowing anatyses by E. J. Clayton' gives ihe percentage composition of typical specimens 
of these early matches 



S. 1 

KCIO3. 


Gum. 

1 

Antimony 
. Sulphi<l«. 

j Ferric 

1 Oxide. 

“rrometbean” matches’ (i8a8) • 
"Lucifer” H I. (1832-3) 1 

"Lucifer” ,, II. (1832-3) 
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34-9 ^ 
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41.0 

S.8 

... j 
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18. 1 

5 -« 

3.3 


The earliest phosphorus matches made in France, Germany, and Austria con- 
tained potassium chlorate, and owing to the danger attending their use were soon 
prohibited in the latter countries. They were imported in targe quantities into 
England. 

Typical examples of early phosphorus matches, examined t)y Clayton, had the following 
percentage composition : — 
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1837 matches were ^ade in Germany in which the po^sium chlorate was 
replaced by the p^uct of the interaction of red lead and nitnc acid, the nrst 
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^ dilate mlphoric acid, coloured with moigo. 








. by'lottgeK'i^iaiKlIie c<S^^PISlljl«se 

fric^ottu^s^ sui^jcft-coafied «M«ed[pte 

Matches of a similar kmd mat Agt^emia^ mambcthted ttl)^^eats 

could not compete conunerdallykith ifS^eii eoittainiiig white phosiihorut.- >'. 

• ' ’ -ft '" 'I 

: x Compositioil-of White PJjlpsphonis Matches-— The heade oh^these 
^ usnalh^contain from 4-7 per cen^f ordinary white phosphorus mixed hith an 
" a(WS^lgent such as lead oxide. - ' ' - - r 

ous . ingredients are heated together in a closed vessel over hot irater, 

n'd ate ^meanwhile continually stirred with an agitator. The Wooden sjhUs are 
dipped into t^pastei.4hen dried in a current of air, and their heads finally coated 
witka thin layer of varnish. 

Jettel gives the following formula as typical Water, 4.5 litres; glue, a kilsr^>|&powder, 
2 kuos; iron aside, a5 kilo; cinnatar, a r kilo ; and white phosphorus, ^5 kilos, 

Match Compositions.~These consist, in the main, 
cid^teia^ sulphur, or a shnilar substance, with additions to reduce tb 
of : the igiiition. They are ignited upon a surface coated with a mixture H 
phosphorus, antimony sulphide, and powdered glass. 

*IchenhafiMf^es the following representative formula: — 

Potassium chlorate, rS; potassium bichromate, 1.6; sulphur, 04; tnsinganese dioxide, 1.8 ; 
iron oside, 1 ; umber, i ; glass powder, 2 ; glue, i ; and gum arable, 4 kilos. 

- The accompanying striking surface consists of r^ phosphorus, l.o ; antimnuy trisnlphide, o. 25 ; 
lampblack, 0.50; and dextrin, O.JO kilos. 

The sptinis for the matches are prepared from non-resinous woods, generally 
aspen wpod, large quantities of which are exported from Russia. They ate 
impregnatedtwitb paraffin wax bc^re being tipped with the composition. 

Reshtous woods are also somvtlmes used after treatment with sodium carbonate solution 
(Halwe’s German Patent, 130,919), or with phosphoric acid solution (Benedick’s Gemian Patent, 

..J.M,229). 

S r-glainDg isyxCTatcd by impregnating the woods with a sointion of phosphoric acid and 
snl phospMe.' ; ^ , 

Prohibition of White Phosphorus Matches.— In ly^Ug^uference was 
held at Berne at which most of the principal nations of prohibit 

the sale and export ^ matches containing white phosphoru^e^rae countries, 
however, :iBcluding'|l[fe^' Britain, Belgium; Russia, and the Uni^ were 

pcohibilion, and relied upon measuies to prevent the 
sOccB^ttce of ne^OW fri ^’works. # 

’ counh7''tti^ itin proved ineffectual, and in 1908 the White Fhosphonis 

in Mlg^Mj’rolii^iqn Act was passed^and esme into force on ist January 1910. 

.to tj^'lJnited States the so-called “ douSto-dip ” matches, which contained 
^Opa.!jrf*'o per cent, of white phosphorus, were in great demand owing to the 
pfifedihess with which they ignited ; but in that country too an Act in 1912 was 
passed prohibiting their sale and export afier January 1914, and imposing a tax 
uptp white phosphorus matches sold after July 1913. c 

CaScdiod of detecting while pboiphortti in match composilica it detmlbed by 'Iliotpe 

1909> XXVL, 73h Toe Mbttance h greatly heated in vaau, and the white phosphorus, 
iiMdinMaaodcr tbw cqoditiottf, ii then identifin by ilt phyiical ptnpertieai ' 

Substitutes for White Phosphorus.— The sohstao^fNhiaa substitutes 
for !white pbo^orus in jnatCh oonoposirionti inchideSkiiioilpbAfi^iMd phosphorus 
and tther altouopic modificatiotid, hydrides, i^es, and'Sa^hidiC of phoepi'.'”'”^ 
nuxed irira pptfssianif chlorate or othM 
■ ! violence of 
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OF PHOSPHORUS SULPHIDES 

Matches.— These ate made iby the process of S^vene and 
Cahen,'1*ith acoinpontion consisting essentially of phosphorus sesqui-sulphide, P^S,, 
gnd potasshtin chlorate, with other ingredients in approximately the following 
proporlions t— Phosphorus sesqui-sulphide, 6; pdt&sium chlorate, 24; zinc white, 6; 
red ochre, 6 ; powdered glass, 6 ; glue, 18 ; and water, 34 parts. . . 

They tile liable to decomposition in moist air, with the libei^.on 

hydrogen Bplphlde. 

The Me of «d>*r phosphorus solphicliit, P,Sj,iscl»imedby theCriesheim-Elektron Chemical Co. 
Fa(^ No. 163^07^)1 whilst Huch (uennan Patent, No. 174,^78) has protected a com- 
4L brown powder (16 per cent, of S and 82 per cent, ot P) produced by the 
Snr chloride and red phosphorasa 

Jpolysttlphide, P.Sw, clsuraed in German Patent, 239,162, and French Patent, 
'W been shown Stock and Prederici angew. CAem., 1912, XXy.^. 220 l) 
..mixture of sulphur and the sulphide P4S3. Thiophospbites made by be^g 
ZnSi etc.) with red phosphorus and sulphur in an atmosphere of carfaibn. 
.. temperature 450* C. are used in compositions fatented by the Elektroh Fabrtk.; 
(Gerraaffi*atent, No. 153,188), as for example in the formula Zinc thiophosphite, 30 ; potassium 
chlorate, 6 o ; ainc oxide, 5 ; gypsum, 3 i chalk 5 ; and powdered glass, 10 parts. 

Matches of this composition are less affected by moisture than those containing phosphorus- 
sulphides. 
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Various allotropic modifications of phosphorus, such as Schenk’s scarlet phos- 
phorus and HittorfS variety {Ser., 1909, XLIL, 4510), which is obtained by heating 
phosphorus with lead in closed tubes to a high temperature, are also used for match 
compositions. 


An ieniaon compootion cUimed by G. W. Johnson (English Patent, 2 l, 93 is of l^) contains 
the following ingredients :-Red phosphorus, 3505 antimony penlasulphide, 4CO} chalk, ico j zinc 

oxide, too j and powdered glass, too parts. ^ ^ . 

These ate made into a pa^e with water, and incorporated with;— Glue, 500; potassium 

chlorate l.Wi dulk, so j line oxide, 50; and powdered glass, 50 parts. . . . 

“ A Ssti’npon wiMwhal similar lines U claimed by aussemille Icune et Cie et K«he (French 
Patent’w.m «f I909)> *•>' phosphorus therein being described as •, neutral amotphons. 

phosphorus,” obtained from ordinary phosphorus by disUllatioo and filtration. • 

The preparatioUnd properties of two solid hydrogen phosphides, P,jH, and P9H2, are described 
bv StoclF^telwfi&t^MW (^rr. d. d Ckem. Ges., 1909, XLII., 2839I. The orange-coloured 
compound, dompoaitiott patented by Wheelwright (English Patents, 

21,866, of 1906^1^^ ^ of 1910). 

Statinticn.— The fidJowing tables show the values of matches exported and imported during 
several years ending 1910. 


^ Exports of Britisj Matches 
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Total to 
Fotti^ 
Counmn. 

Toul to British 
Possessions. 

Gnod ' 
Totals; 

1 i 

,$4limttcbes gnd others 
matches and otheii 

Safety matches . - - - 

Otherldirts ■ ■ 

Safely matches ' • 

OtherUnda ' 

Safety nanjtet ; 

OihetUnda ■ • ■ 

Safety matdiea.,; .• • ■ 
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3.*39 

1,626 
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77.470 
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89,965 
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56.565 

10.703 
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16,356 
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Total ftom 
Forei^ 
Countries. 

Total frost BritUk 
PossetttODS. 
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Totals. 

1890 
189s 
■900 { 

I 9 ’S{ 

190*1 

1909 1 
1 I 9 ip{ 

Safety matches and others 

Safety matches and others 

Safety matches - • * - 

Qtherkinds. * ' * ‘ * 

^^matdiw . - • 

Olher kinds ’ - • *, * 

Safety matches . > • • 

Oiherkiods 

Safety matches . - - - 
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Safety matches .... 

Other kinds 

L 

368,886 

362,900 

203,818 

177.239 
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256,967 

3 ®. 5»9 
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SUBJECT INDEX 

Soman numerals refer to the volume, the Anihlan 
numeials to the fages. > 


tx>4, 105 

Abbe w 14, 94 

Abrahaii-Mi^ier Ozone tower, I., 151 

ozopisi', I-i 149 

Abrastw powders, iL, '4r4, 418, 419, 

4ZO 

— wheels, tt., ri3 

Abrasives, 11 ., 334, 402, 403. 4 o 6 . 4 ' 3 - 42 i 
Abrastol, 11 ., 5 

Absorption machines, ice making, I., 81 

— pyrometers, I., 67 

— towers, I,, 277, 447 
Accelerators, for plaster, If., 1 16 
Accumulators, use of cerium salts in, II., 

3*1 

— use of vanadium salts in, II., 381 
Acetic acid, decolorising, 11 ., 349 

— disinfecting properties, II., 5 

— germicidal value, II., 3 

Acetonitril, I., 456 * 

Acetylene, |, 45, 103, 115, 4S7 ; II., 

-hyd«*^^;i., 115 

— reducing^wer of, I., 487 

— temperatutSOf ignition, I., 45 
Achromatic g&s, U., 264 

Acid, benzoic, 11 ., 5 

— hippuric, I., 4'jg . 

— hydrocyanic— see J^dtwyanie acid 

— hydrofluoric, 3-4 1 9 

— nitric— see NUrU add 

— perboric, 4*6 
— ' percarbdq^K^aO 

-- persulphuric, 424, 41 j » 

— salicylic, II,, 4 

— sulphuric, 1, 207 wy,; see also 

Sulphuric add 

Acid centtifltKsfl pumps, 1, 232 „ 

— concentmtwn^^l, 236 


Acid pumping, I., 231-233, 278 

— resisting ware, I., 236 

— sodium sulphate, disinfecting properties 

of, II., 12 - ’ 

— towers— see under Toivers, Gay-Lussdl 

towers, Glover towers 

— waters, I., 173, 194 
Acids, amino, I., 427, 428 

— disinfecting. properties of, II., 12 

— germicidal value of, II., lo-ii 

— hydrogen from, I., ii 5 
Acker, electrolytic process, I., 377 
Actinium, disintegration of, 11., 386";' ' 

— radio-active constants of,TI., 387 
Actinium emanation, radio-active con- 

sttuits of, II., 387 

— series, II., 387 !' 

Actinoliteasbetosj II., 281, 284 
Actol, II., 16 

Adie testing machine, II., 121, 122 
Adobe clay, II., 144 
Ados, combustion meter, I., 47 
Aerated waters, I., 195-200 

continuous process for, I., 196 

fermentation of, I., 199 

Geneva process for, I., 196 . 

metallic contamination of, I., 199 

— pressure of saturatirm of, I., 197 
Aerobic tanks, I,, 187 
Aeronautics, use of hydrogen in, I,, rry, 
118 t 

Aeschynite, 11 , 291 

Agate pestles and mortars, II., 415 

Agyrol, II., '6 

Air, amount required for combustion, 1., 
46. 47 

— drying of, 1, 77, 86, 89, 93,. 98 

— properties of, 1, 103 

— purification of, 1, 86, 89, 154 
Ai^s, 1, rig, 121, 122, 123 
— — liquefying machines, 1, 85 

separators, 1, 15, i Il> 

28, 107 

Ak^tcr, L, 345 
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Alabaster glass, II., 

iAlby carbide furnace, IT, 409, 410 ^ 

I, Albuminoid amponia, I., 160, 19J 
Alcohol, germfcidal value of, II., 3 
.5: use as fuel, I., 25* * ♦ . § 

Jucoholic fermenta|ion, carbon diox^ 
from, I., 141 •% ■ 

’ Alexandrite, II., 63 
,Algin, I., 408 , •<’ 

Alite, I., no, III, US ' 

Alkali, electrolytic, I., 367-379 
— Act, I., 235-275 

— chlorides, electrolysis of, I., 367, 368, 

■ 374-375 

— iodides, I., 41 1 

■ — waste, I., 294, 297, 298 ^ 

Alkalis-^see under Sadium hyiraxtdt. 
Sodium (arbonate, Petauim i^dnx- 
. i^t, :Po(aisiumaukoHatt, Lime, etc. 

. — afd<».W|lass, II., a46 

' — e^imation df, II., 120,149' 

— h^iti^ Irom, t, ■ « 

— pi^nce in fire days, II., 230 

— presence in water, I., 172, 173 ; II., 61 

— removal from water, II., 61 
Allanite, II., 316 
Alloys, pyrophoric, II., 316-319 

— tantaJum, II., 341 
Alluvial clay, II., 144 
Almandine, II., 63 
Alpha-rays, 11., 385 
Altmann’s process, II., 10 
Alum, II., 49, 54, 55, 5®) 57 

— action on plaster, II., 1 1 7 
’■ — ammonium iron, II., 56 

— burnt, II., 56 

— iron in, II., 57 

— potassium, II., 55, 56 ' 

— potassium chrome, II., 56 

— replacement by aluminium sulphate, 

II., 49, 56 

— shales, II., 55, i44 
— sodium, II., 56 

— statistics, I., 332, 333 > 

— ttaterproofing by, II., ii8^m 9 
Alum cake, II., 54 

— stone, II., 55 

Alumina, I., 227; 11^49-52, 165 

— bricks o^ II., 233 ' 

— crudbles of, II., 272 » 

— detection by dyeing, II., I tj 

— estiinadon-of,tll., 119' 

— filled, I., 4^1, 136} M', 5* , " - ' 

• -i nifintfiicta^of, I., 473, 4T4J M-tA 9 ' 

—^)adf to ^ tower*, I., »p,.T»36i 


iNom 

- 1. 

Alnni," properties of, II., s'r, %3 

— thermite, II., 75 

— uses, II., SI, 52, 240, 250, .*33, 277, 

278,279,418 ' 

Aluminate, sodium, I., 474; II., 50, 51, 
S*,.5C ^ ■ 

— Caldt^, II., 109, no, III 

Alumimam, II., 49, 51 4 

action on alkalis, L, 116 
action on chaicoal, II., 68 . . 
action on iron oxide, II., 68 • - 
action on lead sulphide, II., 67 
— ; action on metallic oxides, AI., 68 
action on metallic sulphides, II., 61, 
68, 69 - * 

alloys 'of, I., no. ; II., 325, 327 

— metallic plates, I., 175 . 

— reduction of met|b by, II., 69- 

— sterilising effect '^ 11., 16 

— use as anti-scale agent, 1., 175, 176 
Aluminium acetate, 11., 56 

— chloride, II., 16, 56 
compounds, industry of, II., 49-57 

— fluoride, 11., 52 

— hydroxide, II., 49, 50, 51, 52 

— hypobhlorite, I., 396 

— nitride, I., 107, 473-474 

— oxide— see Alttmina. 

— salts, disinfecting properties of, 11., 16 
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uses of, II., 56, 57 

water purification by, I., 166 

— silicates, II., 60, 109 in, 139-142 

— silicofluorides, II., 119 

— soaps, II., 57 

— sulphate, II., 52-57 

iron fre®, II., 51, 52, 53 

manufacture of, II., 52-54 

properties of, II., 54 

replacement of alum by, II-, 5® 

uses of, Iq 188 

Aluminosilicates, II., 60, 109-in, >39' 
14* 

Alumino-silicic adds, II., 140 142, '5°' 

183 » 

Alumino therroics, II., 67-75 
Aluminol, 11 ., 5 

Alunite, 11 ., 55 ,,r 

Alundun, I., 236; II., 406-407, 4i5> 4 

— furnace, II., 406, 407 ^ 

— literature, II., 399 
Amalgam, s^ium, 1., 374, 375 
Ambw mica, II., 286, 288 
American iwtural events, II., 86 
Amettots, II., 63* :' 

Amino adds, I., 4*8 

Amino acedc actg^ 1 ., 4*%t / 
Amn^^ l.r 453-474»-.4^y 
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Aminonis dttjrtiOT in brine, ,, 

— absorption ly plants, I., 427 " 

— abM*ption of, I,, 304, 305 
atbumkioid, 1, 160 

— anhydrous, I., 467 

— bactttia, 1, 428, 42? 

—-by direct union of elemenU,' Li 469- 
472 _ 

— catalytic formation of, I., 4<i9' 

— costs of manufacture, I., 471 

— cyanide from, I., 483, 486, 487 

— distillers, I., 312, 313-317 

— dry, I., 467 

— estimation of, in water, I., 193, 194 ' 
^ from aluminium nitride, I., 474 

— from beetroot sugar waste, f., 454 

— from blast furnace gas, I., 454 

— from bones, I., 455 

— from coal, I., 4S. 454 

— from coke ovens, I.,- 52, 55 

— from cyanamide, L, 449, 472, 480 

— from leather, I., 455 

— from Mond gas, 453 

— from nitrides, I., 473-474 

— from nitrogenous organic matter, I., 

455 

— from peat, I., 454 

— from producer gas, I., 454 

— from sewage, I., 455 

— from shale, I., 454 

— from urine, i;, 455 * 

— from vinasse, I., 454 

— heat of distillation of, I., 316 

— heat of evaporation of, I., 80 

— heat of formation of, I., 469 

— heat of solution in brine, I., 305 

— limiting amounts in water for fish, I., 

192 

— in water, I., 158, 160, S92 

— oxidisation of, I., 429, 434, 435, 448 

— properties of, I., 103 
~ proteid, I., 160 

— purification of, I., 465 

— recovery plants, I., 233, 462, 463 

— solutions, analytical, II., 46 

— solutions, specific gravity of, I., 465 

— solid, I., 467 

— sources of, I., 454-455 

— steam r^uired for, I., 316, 317 

— stills, I., 4S7-4S9 

— sulphocyanides from, I., 495 

— synthetic, I., 118, 441, 455, 469-474; 

II., 373 ^ 

tension of mpbut during distillation, 

b. 3 t 4 UIJS* 3*5 ' 

— ten5ioB‘®||)oiinii 79 


'Ammonia, use As refrigerating agent, 1 ., 
78, 79 

— water,- 1., 1^463-465 
Ammonia cycle, I., 324 * 

Aiimonia soda process, I., 144, 385, 280, 

" . 299-328 

— — — by-produeta of, I., 326, 366 
calcium chloride from, I., 366 

■ carbonating apparatus for, I.,. 

306, 307 

chemical controltof, I,, 323 

cost of working, I., 325 

history of, I., 299, 300 

modifications of, I., 326 

raw materials for, I., 325, 326 

— statistics, I., 289 

— summary of, I., 321, 322 

— theory of, L, 300 

yield of, I., 303, 324 , ^ 

Ammoniacal fermentation, I., 187 

— liquor, 1., 456 
Ammonium acetate, I., 467 

— alum, II., 56 

— bromide, I., 467 

— carbonate, I., 556,. 466 

conversion into potassium carbon- 
ate, II., 61 

limiting amount in water for fish, 

I., 192 

manufacture of, I., 466 

production from urea, I., 428 

— properties of, I., 466 

uses of, I., 466 

Ammonium chlorate, I., 467; II., 6t 
Ammonium chloride, I., 176, 466 

heat of formation of, I., 466 

limiting amounts in water for fish, 

I., t92 

solubility in water, I., 30 1 

uses of, I., 466 

— cyanide, I., 456, 494 

— feiTocyanide, I., 493 

— fluoride, I., 417, 467 ; II., 1 1 

— formate, I., 47' 

— iron alum, II., 56 

— nitrate, I., 435 ' 436 > 448 , 480 

effects of heat on, I., 496 

heat of formation of, I., 466 

— — rhanufiicture of, I., 435 
manurial value of, I., 436 

production of by the ammonia soda 

process, I., 326, 435, 436 

— — properties of, I., 436 
uses of, I., 436, 466 

— ol«le, I., 467 

>- perborate, I., 4*6 ’ _ , 

— perchlorate, I., 389, 466; l,I-i «i' 
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fc ^ApM^ate, I., 466 ^ ■ . 3 ~ 

: __-j)olysulphides, I., 49!r’49° 
iiiu’saltS, I., 4*9. 466-467 

— fixed, I., 456 :' • . . , 

i— -ftdifetion to nihates by bacteria, i., 

5«. - . ....j. 
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' technical, I., 466 ^ 

- volatile, I., 4S6,-4S7<» . * 

— sulphate, 1,^56-463, d6fi- » 

.4— — composiiRn of, IaM45^ • ^ 

of matufacture, I., 471^ 47** 

473 5^ ' ' 

direct process for, |., 46* 

from ammoniacaK liquor, I., 456- 

? fern blast furnace gas, f., 454 " 

from coke ovens, I., 51 &■ - • 

from Mond gas, I., 461 • T 

from nttroHm, II., 4r' ■■ 

from peat, I., 459, 46*, 46* 

from shale, I., 454 

from urine, I., 455 

heat of formation of, I., 466 

limiting amounts in water for fish 

nitrogen content of, I., 469 

— oxidation of, by bacteria, 1., 434, 

C- l^pint for, 1., 457, 45*. 459, 460, 
464 

price of, I., 456, 473 

statistics of, L, 454-455 

use as manure, II*, 36 - '* 

yield from coal, I*, 453 

— sulpbide, I., 305, 456, 494 

— superphosphate, II*, 4* 

sulphocyanide, I*, 467, 49*, 494, 495 

— thiosulphate, I., 466 

— uranate, II*, 37* 

— uranyl carbonate, II*, 37* 

Amphibole asbestos, II., aSr-aSa, a84 
Amslet and Laffon press. Hi), laa 

*« Analcite, II*, 59 
. 'JUiastigniatie glass, 11*, a64 
^:AiKk*r’5 lotioo, II*, 4 . 

Anderson’s process, for water purification, 
I., 166 

AndreVs researches, J*, 84 
Anhydrite, 1., jag, 346, 347 
Anh^oos ammonn, 

Animal black charcoah J-* 

Atuswds, assimilation rrf.nilSjgen by, I*, 

^ excretion ^;bfttogen by, I*, 4*7* 4*** 


; If*, 47 


4*9 




Afi^Upgv^is, II„v 

Anpdi^-JCompositioB 

' •' ^369 ’’ t-? ** 

Ah0)s*tJlIl» asbestos, *** 

Antbldcite, 6 . ' 

— briquefting of, I., *4 •' 

Antichlor, !., a59 “ ■ tk’-'' 

.Antiformin, II., 9 3^-.. 

Antihypo, 1., 4*6 ' 

Anti-incnistatois, I., 175, *7^ 347 
Antimonic acid, colouring pottery with, 

- 11., t5s 

Antimony alloys with rare emth metals, 

■ 1^-31* . . rt 

oxide, colouruig glass by, f l., *53 , 269 
Antiseptic power, Jl., r 
Antiseptics, I., 4**, 4*35 *-*6 

— testiM.of, II.,:i-3 » - 

Apolliwd^waW, !., 19* 

Aquaai«,1l., 405 , 

Aquaiegia, !., ap _ . , 

water purification by, I^,^# 

Aquamarine, II., 63 ^ . - 4 '-: * 

-Arc electrodes, mMMtite, 11,, 329^ 

titaniferous,!!., 3*8-3a9 

uranium, II., 37a 

Architectural faience, II., IS7 
Archless kiln, II., ai4, ai6 
Argentamine, II., 16 
Argentina, vanadiw ores of, II., 377 
Argon, properties®, I., 103 
Argonine, II., t6 

Armour plates,- tungsten in, II., 349 
Armoured concrete, 11., 118 
Arrostrong-Mordan process, -1., a4 
Arsenic, disinfecting properties of, II., 

— in^mineral waters, I., aoo 

— in sulphuric acid, 1., aiy, a35, aso 

— removal from hydrochloric acid, !■, 

*78 . 

removal from sulphur dioxide gases, 

I,j 244 , ” 

— retnoval from su^Amk acfei, L» 235 
Arsenic acid, use in making, U., 

2 CO 

— oxid^ dmnfecttBif prt^iea of, H-, 

Arsenical dips, 11., „ 

Arsenious oxid«,t» f^Mli K-f *5®-*53 
Arwnite of soda, d«B«KW!j| 

of, n., *0 

Art enamels, II., *78 
Artesian wells, 1 ., tS 9 
Artificial oold, I., 77 

— gems, !!., a65**a6fi ^ 

— goapos, II., 4*- , '■ 

wspnwei, 1|«.^ 
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ar, L, 

t mkntfes, If., 304, 


-- »lki 

— stonek h, 4 » 9 » n.j 1*9-13*. *34 

— teeth; II., 191, ’ 

_ zeolite indust^,JI., 59-61 
Asbestic, II., aSi ' ' 

Asbeato< II., * 8 t;a 84 

— actinolite, II., aSi, *84 s: 

— amphib^ n.i aSi, 384 
_ anAt^yiUte, II., 383 

— bla% U., aSa 

— chrysbtile, II., a8*, 383, 384 

— crocodolite, II., 383 

— filtering, 11^ 384 

— fireproofing, II., 384 

— Italian, II., 381, 383 

— nature of, II., a8i 

— ropes ot II., 384 

— serpentine, II., 383 

— tremolite, 11., 381, 384 

— uses oft p., 384 
Asch’stt^!^ ofdays, II., 141 

of gtos, II, 344, 367 

of silicates, II., 336-341 

Astrakanite, I., 339, 330 

Atlantic Ocean, composition of, I., 363 
Atmospheric nitrt^en, absorption of, I., 
4*7, 438, 439 

quantity of, 1., 441 

Atomisers, I., 336, 418^ 

Atoms, disintegration of, II., 384-385 
Auer metal, II, 316, 317 
Auricome, I, 433 
Aussig-BeU cell, I., 373, 376, 377 
Australian uranian ores, II., 370 
Autogenous welding, I., 105 ; H., 7^ 73 
Automatic lighteis, II., 316-319 

— stokers, 1., 35 

Autunite, II, 3^ 370, 371, 373, 389 
Available cbtonne, I, 396 
-heatoffod, I„4S 

— oxygen, I, '36.^ 431, 434 
Aventurine. Pi, 164 

Aventurine gla^ II, 367, 368, 369 
Avery’s automatic hopper *?jgherf II., 
108 ^ 

, • B ' S' ■ 

SI' 

by ligfa% I, 158, 


Bacteri*xiH water, I,, 161 

— nitrifying, I., 437, 438, 429 
Bacterial manure, II., 39 
Bacterised peat, I., 434 
Baddeleyite, II,, 331, 332 
Balas ruby, II., 63 ,* 

Ball clays, II., 144, 154, 160, i 56 , 194 

— mills, II., 24-26, 89, 93, 94, 414 
Balloons, I., 117 

Bal^ salt in, I., 263 
Barium carbide, I,, 491 

— carbonate, I., 351 ; II., 248 

^ in glass, II., 248, 253 

water softening by, I,, 178 

— chloride, I., 351, 352 

limiting amount in water for fish, 

I., 192 

— hydroxide, I., 1 14, 352 

— nitrate, I., 352 

— oxide, I., 352 

in enamels, II., 277 

influence on glass, II., 248 

— peroxide, I., 352, 421-422, 423 

action of aluminium on, II., 68 

use in glass making, IL, 248, 249 

— salts, I., 351-352 

— sulphate, I., 351 

— sulphide, I., it 7, 235, 351, 352 

— tannate, I., 175 
Barrow, brick, II., 207 
Baryta, use as glaae, II., 162 

— use in glass, II., 248, 253 
Barytes, I., 351 

Basic bricks, II., 233 

— cinder, II., 32 

— phosphate, II., 32 

— slag, II., 32-33 

— — statistics, II., 47 

— superphosphate, II., 31 
Basins, II., 177 
Batchelor kilns, II., 103 
Bauxite, I., 473 ; II., 39 > 5 S 

— bricks of, II., 233 

— manufacture of aluminium sulphate 
from, II., 52, 53 

— nitrogen absorption by, I., 473, 474 
Baum's classifier, I., 14 

Bay salt, I., 268 

Bead glass, IL, 252 

Beans, nitrogen absorption by, I., 428 

Bear’s electric furnace, II., 255 

Beehive ovCT, J-i 5 ‘ 

Benwax, lise as polish, II., 44 

Beet sugar molasses, cyanide from, X, 

~ 488-489 

potassium from, I., 338 

-ii-r waste, I., 454 
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B^fa; cyitoidfelirocess, I., 483. 486 
Bde^ ^tcelain, 11., 186 ‘ • 

no, i”..i 25 ^ „ 
‘BdtColeinann machine, L, 8i 
?, r^Jb^lytic cell, I., 375-377 
S.^ p^tor, II., 89 
'Bengal ruby mica, 11., 288 ^ ^ » 

4 ^- rrfiite mira, II., , ,- 

— yellow mica, II., 288 - : 

Benker and Millbergfs s^ys, b, 233 i 
234 . 

Bennis stoker, I., 37 i 39 ' ■ 

Benzene, cement resisting, Ib, 137 

— compositions insoluble in, II., 137 

— hydrogen from, I., 1 1 5 

— recovery, I., 52, 55 

— tight joints, II., 137 . - 

Benzoates, disinfecting properties of, II., 5 
Benzoic acid, disinfecting properties of, 

lb, 5 

from hippuric acid, I., 428 

germicidal value of, II., 3 

Benzoin, use in polishes, II., 421 
Benzol— see Btnune 
Benzoyl sulphonic imide, 1 I-, 6 
'r i/Beigius process, I., 1 1 1 
■ 'Berlin blu^ I-, 493 494 
porcelain, II., 184 
Beryl, II., 63 

- Beryllium aluminium silicate, II., 63 

— nitrate, in incandescent mantles, II., 

307. 308 , . . f 

Beta naphthol, disinfecting properties of, 

4 .... 

sulphonates, disinfecting properties 

of, II., 5 

— rays, II., 385 
Betaine, I., 489 

Beth dust collector, II., J07, 108 
Beton, II., 117 . , , 

Bichromate, colouring glass by, II., 269 

— potassium, I., 339 
Bicarbonates, in water, I., 172, 173 

— potassium, I., 339 

— sodium, I., 3 * 3 , 3 * 8 , 3 * 7 , 3 * 8 ; s** 

Sodium bicarbonate ■ ^ 

.. 1 KlKter-Leykam cell, I., 372, 373 
Billiter-Siemens cell, I., 372, 373 
Binders, briquettes, I , 21 
Birkeland-Eyde furnace, I., 443-444 

process, I., 436, 441, 443 

Bischofit^ 1 ., 329 . » 

Bismuth, resemblance to polonium, ll., 

39 ^ - 

,^^iscuit ware, . - 


Black asbt furnaces fo%I., 291, 29? 

— — Uiiviation pf, I., 293 

li^ois, evaporation of, 1.,’ 294 

rr— glass, II,, 269 . ^ 

^ as polish, I^., 42t 

— ovi^aze, II., 189 . _■ 

— oxide of manganese, I., 30Q 

— Sea, composition pf, I., 263; 

Blacks, in pottery, II., 165 
Blackett washers, I., 13 ' 

Blacking, boot, II., 421 

Blake stonebreaker, II., 92 
Blake-Penison automatic weigher, II., 
r^ 

Blake-Marsden crusher, II., 92 

stone-breaker, II., 414 

Blast furnace, I., 40, 41 

— — ga^l.,136 

ii^ — ammonh^ recovery from, 1., 454, 

. 462 . '■ 

^ slag; II., 83, III, 131, 252 

Bleaching, I., 392, 393, 394 

— by bleaching powder, I., 392, 393 

— by perborates, I., 42b 

— by percarbonates, I., 4*6 

— by hydrogen peroxid^ I., 4*3 

— by s^ium hypochlorite, 1., 396 

— by sodium peroxide, I., 4 ** 

— electrolytic, I., 396-4®* 

— liquors, I., 396 

— powder, I., 359, 39r-396 

composition of, I., 391, 39 * 

constttiidqn Of, I., 39 * 

disinfecting properties of, I., 39 ° i 

II., 8 , 9 

electrolytic, I., 360, 379, 395 

manufacture of, I., 299 , 393-395 

packing of, I., 394 

statistics, I., 359 , 36o> 374 

valuation of, 1., 396 

water purification by, I., 167 

yield of, I., 394 

Bleeding, anesting of, I., 422 
Blend roasting furnace, I., 283 
Bleiiot lamp, II., 334 
Blind roasters, I., 281, 282 
Blocks, flooring, II., 227 

— partition, II., *« 7 

— paving, II., i 97 > * 9 ® 

Blood meal, II., 39 
Blomstrandite, IL, 370 
Blowing of cem^II., to8 

, Blown glass, *56 

Blue asbestos, IL, 282*' " 

— days, IL, 159, *6® * 



Blue printing 
_ tungsten btcmzes, II., ^49 
Blueing ol days, II., i6o, 164 
Eliinger, II., 166, 167 , v 

Body of earthenware, II., i65-t69 

— of porcelain, if., 186 

— of pottery, II., 158 
Bohemian glass, II., 342, 243, 251 
Boiler composition, I., 347 

— compounds — see Anti-incruslaiors, 

Scak, ete. 

— lagging, II., 136 

Boilers, heating by surface combustion, 
I., 59 . 61 

Boiler scale, I., 172, 173, 174, 175 

— water, I., 172, r 73 

Boiling test for cement, II., 124 
Bolc^nian phosphorus, I., 352 
Bombs, incendiary, II., yr, 73 
Bonds, for grinding wheels, II., 4r5 
Bene ash, II., 184, 425 

— charcoal, II., 423 

— china, 11., 185, 187 

— combustion process, I., 57 

— manures, II., 32, 33 

— meal, II., 32, 33 

— porcelain, II., 153 

— Court combustion, I., 60 

Bone, ammonia from distillation of, I., 455 

— crushing of, II., 33 

— dissolved, II., 33 

— distillation of, II., 423 

— phosphorus in, II., 423 

— steamed, II., 33 

— statistics, II., 47 

— use as manure, II., 32, 33 
Boot polishes, II., 431 
Boracic acid, II., 162 

in glass, II., 249 ' 

Boracite, I., 329, 331, 355 
Borate glasses, II., 242, 244, 249 
Borax, I., 356-358 

— artion on pluter of Paris, II., 1 17 

— disinfecting properties of, II., ri 

— uses of, I., 357 ; II., 137, 162, 249 

— varieties of, I., 356, 357 

Borax Consolidated Co. Ltd., I., 356 

— glass, I„ 357 ; II., «49, 253 
Bordeaux mixture, I., 206 ; II., 

Boric acid, I., 532, 355, 356 

disinfectmg proj^rties of, II., 1 1 

permiddal IL, 3 

m 278, 279 

— anhydri^sl^ II., 253 

Boro-flint 242, 249 


Boron compounds, I., 355-358 

— nitride; ammonia from, I., 474 
Boronatrocalcite, I., 355, 357 « 
Borophosphate glasses,'!!., 250 . 
Borosalicylates, I., 357 
Borosilicate glass, II., 246 

— glasses, II., 251 

— — II., 265 

Bottle glass, II.,. 24^2, 243, 252 
brown, I L, 253 

champagne, II., 242, 243 

green, IL, 253 

— green glass, II., 269 

— kiln, II., 103 

— lutes, IL, 137 

— machines, II., 257, 258 

Bottling machines for aerated waters, I., 
196, 197 

Boulder clay, II., 145 
Boulet briquettes, I., 24 
I Boulevard carboniser, I., 307 
Bowl making machines, II., 172 
Bradley-Craven brick machine, II., 209 

— three-roll mill, II., 26, 96 
Brass furnaces, I., 40 
Braunkohle, I., 4 

Brazil monazite deposits, II., 292 
Brewed aerated waters, 1 ., 199 
Brick clays, II., 145 

— earths, IL, 145 
Bricks, 11 ., 199-222 

— alumina, IL, 233 

— baked, II., 214 

— barrow for, II., 212 

— basic, IL, 233 

— bauxite, II., 233 

— buff, II., 203 

— building, II., 199, 234 

— burning of, II., 214 

— chromite, II., 233 

— common, IL, 199 

— crushing strength of, IL, 200 
■ — drying of, IL, 212-214 

— facing, IL, T99 

— fireclay, II., 231 

— fire-proof, IL, 229 

— furnace, IL, 229 

— engineering, II., 200 

— glazed, IL, 157, 200 

improvements in manufacture, II., 222 

— iron in, IL, 20a 

— kilns for, U-, 214-222 

— lime in, IL, 202- 

— lime sand, IL, 131, ,2231 ”4 

— literature, n>, iw . T 

— machin^foTt lifekS^^Jo. 

— magnesUbi'IW't^Tf ;;' : 
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Bricks, magi^uin aiominatei IL, *33 
— - metallurgical, 11., 2*9, 233 

— neutral, II, 2 

open air driers, II., 213 ,4., 

— plastic, plant for, IL, 209 

— raw materiatt for, II.,'*2®t »;'* 

— red, II., 202 

— refractory, II., 200 ‘ 

— requirements of, II., 200 ^ 

— resistance of, in furnaces, II., 229, 230 

— sand-lime, '^1., 201 
seipi-dry process, II., ^to-ata 

II«-»3* -> v 

— sterd fitSkice, II., 233 : ' 

— stiff-i^rstic process, IL, 208-210 ' 

— stock, IL, 199 
— 'lesting, IL, t98 

— tunnel driers for, IL, 2r2-2t4 

— vitrified, IL, 214 

— weathering of, IL, 234 

— white, IL, 203 

— zircopia, iL, 233 
Brimstone acid, L, 206 

Brine, composition of, L, 265, 304 

— pumping L, 263 

— purification of, L, 270 

saturation with ammonia, I., 304 

— wells, L, 263-265 

Brinn’s oxygen process, L, roe, 352 
Briquettes, L, 19 

— cement, IL, 99 

— manufacture, I-, ar, 22, 23* 24 
British Oxygeii Go., I., 100 

— thermal unit, I., 45 
Broadbent stone-breaker, IL, 9* 

Broggerite, IL, 369 
Brtmiidine, IL, 10 

Brominrh l-, 403-406 ■ ,, 

^ disinfectant poperttes, IL, to 
St- electrolytic process for, I., 40S 
. — manufacture of, I-, 264, 332, 403, 404, 

40s 

— - occurrence of, I., 403 

— plant for, I., 404. 405 
' — poperties of, 1-, 405 

v ^ purification of, I., 405 
il^atistics <rf, I., 406 
-Snsetofe^lM 406 . 

— wateti^fication.of, I., |68 

Bromine s^L, 406 , 

— water, germicidal value o^ IL, 3 
j^iomiiim, solidifiation, I., 406 

Ijiftoiwe, magmta, IL, 349 

- -- gfj jfV 

_ ter, IL, 116 -c , ■' 
j^ll.,169 




—^-.tower 

urantuni dJgv'IL, Jr 

'-Bruhler glass’fetde tdk^g^ U., 257 
Brunck oven, L, 54 
Brunswick blackvLL|;;fl^S* 

Bucket pumps, I., 233 " >“ 

Bueb’s cyanide process, I, 488-489, 492, 
493 ' 

recov^ front eo«l-ga^-I„ 493 

Biihrer continuous kilns, II., "ar8, 221 
Buff bricks, IL, 203 

— burning clays, IL, 149, t6o 
Buffing, IL, 420 

Building bricks, IL, 199, 222 

— lime, II., 81 

Bulbs, glow lamp, IL, 352-353 
Bungs, II.,' 1 77 
Burkheiser process, I., 20S 
Burner, coal dust, I., 4*<^ II-> ’o* 
Burner, gas, L, Ml 
_ oil,!., 26. 

— pipe^L, 220 S' 

Burnt iron (»dde,£^i> 13 

Butter, use of sterilised water, I., 172 
Butt-welding, thermite, I L, 7 1 
Buxton lime, analysis of, 11., 81 


Cadroiuin, alloys, IL, 3t8 

— borottmgsbite, L, 357 
Cwnitei L, 329 ; tee ^cum'/e 
Cairngorm, IL, 63 

Calcarone sulphur process, I., 2ot 
Calcaieou^wment industr^ll., 77 ”5 
Cakium, abswpdon of^JaSwen by, I., 

— alumimiite, IL, 109, 1 10, ri i 

— Inca^mte, L, 172, 173 

tr-cap^ffBv t* ***> dl** 615’ 6®‘ ! 

'>'“='-'40984(1 f- 

— thfa^ption -Of liiintgw Iv* I > 477 

actitti 0f-mter L, 479 

decompoi^patby carbwi dioxide, 

I.,48rl:* ^ 

ayitinn monoxide, 

dt, IL, 399 

— flamffiKture of, I4 47S 
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— jE^uiposition, 1.^3 1 7, 320 

— ^ pn^taH I-.^ 34 « 

—1^ sofatflityiof, I., 341 

^ ^ tension <|^dk»ocisti6n, I., 341 
use 41 

Calduiff 1 tlmf^:! 3 *^t 327 
chkH^ttem, I., 366 

— — coii^ppand wi£ ammonia, L, 467 

hydr^loilB Mid from, I., 366 

limiting amount- in water for fish, 

1.. » 9 a 

nitrc^en absorption by, I., 477, 475 

properties, I., 341, 342 

removal from water, II., 60 

solubility of, I, 342 

specific gravity of solutions, I., 342 

uses, I., 79, 341, 342, 366, 477, 479 

— cyanamide, I., 107, 429, 449, 475-481 ; 

11., 411 ‘ 

ammonia itom, I., 472 

analysis of^I., 38 

literature. Ill, .399 

manufacture oT, I., 475-477 

— manufiicture of cyanides from, I., 
490, 491 

manurial value of, II., 37 

— — uses of, I., 480, 481 ; II., 37 

— ferrocyamde,.^492, 493 

— fluoride, 1., > H-i Si 

in lEr»S 3 

in phosphates, II., 28 

nitrogen absorption by, t, 477, 479 

~ hydride, II,, 68 

pction ol^uminiitm 6n, II., 69 

hydrogen from, I., 116 

r^ttction by, II., 391 , 

— hypochlorite, I., 391, 392, 395 

— — disinSlHlilg properties of, II., 8-9 
put ^%395 

— nitrate, I., 210, 434, 435, 447 

ammonium nitrate from^ L, 435 

manurial value of, U., 3!^37" < 

— nitride, I , 474 

— oxide, I., 341 ( see Dime 

— permrnite^ n„>fio 

— peroxide, I.* 167, II-. 7 

— phosphat^ 28, 269 

— potassium feRoe^mH^.I., 49*,;^ .. 

— salts, I, ^4i;^a _ 

predpaatiMrf,?lij27o:i(i^.f^" 

removal II,‘ to* 

use u mnLor^lI,, 41 

— sulufiuiBaj 



Calcium sulphate ifi water, i, 173, 174 
■ limiting amounts in water for fish, 

I., 192 • 

removal from water, I., 178 

■ setting of, I., 347, 348 

— solubility of, I., 270 

— sulphide, I., 293, 294 

— SUlpho-cyanide, I., 495 

— vanadate, II., 376 

Caliche, I., 431; stt Sodium nilrate 

— iodine in, I., 407 
Callow, II., 203 
Calorie, I., 45 

Calorific intensity, I., ii, 46 

— power, I., 8, 10, 45, 123 

from chemical constitution, I., lo 

of gases, I., 123, 126, 128, 134 

of fuels, I., 10 

Calorimeters, I., 8 
Cameos, II., 262 
Canadian asbestos, II., 282 

— mica, II., 286, 288 

— uranium ores, II., 370 

Cancer treatment by radium, II., 396- 
397 

Cannel coals, I., 6 

Carbide, calcium, I., 472, 475 ; II., 409- 
411 ; see also Calcium carbide- 
Carbo-corundum, II., 419 
Carbolic acid, II., 20 

germicidal value of, II., 1-3 

coefficient, II., 1-3 

dips, II., 20 

Carbon, action on water, I., 112 

— calorific intensity of, I., 1 1 

— heat evolved by burning, I., 29 

— dioxide, I., 139 et seq. 

absorption of ammoniacal brine by, 

I-, 306, 309 , i 

amount in ammonia soda plan! 

gases, I., 320 

amount in lime-kiln gases, I., 320 

amounts in water injurious to fish, 

1., 192 

% disinfecting properties of, I., 199; 

11., II 

dissociation temperature of, I., 45 

for aerated water, I., 196, 197 

from beer, I., 14 1 

from carbonates, I„ 14 1 

from exhaust gas, I., 142 . 

from fermentation, I., 141 

from furnace gases, I., 142 

from lime kilns, I., 317, 3 * 8 . 3 »o 

from lime stone, 1 , 141 * 

beat of formation, I., 45 

industry of, I., 139 
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Carbon dioxide, influence on ammonia 
contort of brine, I., 306 

latent heat of evaporation, I., 80 

liqijid, I., 14a 

manufacture, I., 140 

natural, I., t30, 131 

— — occurrence, I., 139 . 

pressure of saturation, I., 196, 197 

production of, I., 61 

properties of, I., 103, 139 

purification of, I., 141 

snow, I., t43, 144 

solid, I., 143 

tension of vapour, I., 79, 143 

use in ammonia soda process, I., 

>44 . 

use in hardening steel, I., 144 

1- use in raising sunken ships, I., 144 

use in refrigerating agent, I., 78, 

79 . 144 . , , 

vapour tension of, I., 79, i 43 

— disulphide, I., 257-258 

— — sulphocyanide from, I., 495 

traiTsport of, I., 258 

uses of, L, 258 

— filaments, II., 353-355 

efficiency of, II., 366 

lamps, 351-355 

— monoxide, I., 112, it 9, 124 

boiling point of, I., 1 1 2 

formation of, I., 120 

beat of formation, L, 45 

hydrogen from, I., 113 

poisoning by, I., 121 

production of, I., loa 

properties of, I., 103, 120 

temperature of ignition, I., 45 

— tetrachloride, II., 6 
Xirbonates in water, I., 1 74 
Xarbonic acid, I., 139; see Carbon 

iioxUe 

Carborundum, II., 400-403, 414, 415 

— amorphous, II., 401-402 

— decomposition o^ II., 401, 402, 404 ^ 

— fire sand, IL, 40 < 

— furnaces for, ll., 400402 
~i^«ature, II., 399 

— jaanufactuie, II., 400402 
—'properties of, II., 402 

— statist JI., 403 

— tempeiature of formation, II., 401-402 

— uses of, II., 402 - 403 . 

C(^s, II., 260 
Omnine over^i^ II., 189 ■ 

Camallite, I., 3^ 330, 335 ; tl.ps *7 

— pota^te ^>>1^ fro"’. f-j 33® 
^,|pe«n.^,ll., 4 . 


Carm^fl., 369. 37 *. 375 . 389. 

deposits, JI., *92 
Ciuii&^ctdr-.f '. 424: 

Carter’s disintegrator, 'II., 26-27 
Carthamus Unctoris, II., 420 
Cascade system, I,, 236 
Case hardening, I., 108, 481 
Cassius purple, colouring pottery with, 
II., 165 

CasPng earthenware, II., 172 

— porcelain, II., 187 

— sanitary ware, 11 ., 195 

Castner cyanide process, I., 486, 487 
Castner-Kellner cell, I., 373 . 374 . 375 
Castor oil meals, use as manure, II., 38 
Catalase, II., 7 

Catalysts, I., 240, 363, 448,^49, 469-47', 
474; II., 320, 373, 3»#, 405 

— cerium, II., 320 

— for promoting union of sulphur dioxide 

and oxygen, Li 440 

— formation of amniOifiji^by, I., 469-47' 

— uranium oxide, II., 373 

— vanadium, II., 381 

Catalytic agents, I., 240 ; see Catalysts 

— oxidation of hydrochloric acid, I., 363 

— platinum, poisoning of, I., 243 

— poisons, I., 240, 241 

Catechol, disinfecting fwrperties of, II., 4 
Cathode ray tubes, II., 274 
Caustic ammoiua, I., 463-465 

— potash— see Potassium k^roxide 

soda — see also Sodium hyiroxidt 

amount made by Jiectric current, 

L, 367, 368. 374 

-• concentration of, I., 378, 379 

decolorisation of, I., 296 

— electrolytic, I., 296, 297, 360, 367- 
379 

energy required to produce, I., 368 

from black ash liquors, I, 295 

manufacture of, I., 295, 296 

^ pac&g of, I., 296 

statistics, 289, 379 

strength of, 1, 1197 

yield of per>| 

I., 370 • 

Ceiling plaster, II., 1 18 
Celestine, I., 353 
^lite, IR, 125 
Cell, Aussig-Bell, 1 ., 376, 377 

— Bell, ij, 375. 376^ 

— Castnet^eUnw, I., 374 „ .. 

— LederSn and Corbinr L, 387. 3 * 
^.M'lVeiciiry, L, 375 •, 

— RWm, ^375 V- 

■■ , 


by electrolysis, 
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Cell, Solvay-Kellnetf I., 375 • n; ■; 
Cellarius condenters, I., 276,^ . 

Cells, electrolytic, I., 368-377 , /, • 

Cellulose, action of water on, I., 1 1 1 
Cement, II., t33, 134; see also Sedium 
silicaU 

— acid resisting, II., 135*137 

— American natural, II., 86 

— analysis of, II., 119-125 

— blowing off, II., it^ 

— boiling test, 11., 124 

— burning to clinker, II., 99 

— classification, II,, 77, 78 

— clays, II-., 145 

— clinker, storing of, II., 105 

— constituents of, II., 125 

— crushing strength of, II., 122 

— dental, II., 737 

— dry processlor, II., 92 

— fineness of, II., 12 1 

— flour, II., 98 

— French quick-setting, II., 86 

— Grappier, II„ 82 

— grinding, II., 84, 93-98, 106107 

— industry of, II., 77-125 

— iron ore, II., ti2 

— iron Portland, II., 85 

— Keene’s, II,, 117, 130 

— kilns for, II., 99-icr5 

— la Farge, II., 89 

— Louisville, II., 86 

— Mack’s, 11 ., 117 , 

— magnesiurn oxychloride, II., 130 

— marble, II., 136 

— medina, II., tg 

— microscopic examination, II., 125 

— miscellaneous, II., 135-137 

— mixing, II., 84, 88 

— mortar, II., 117-1 19 ; waterproofing of, 

II., 118 

— natural, II., 85-87 

— natural Portland cement, II., 86 

— nature of, II., 77 

— packing, II., 107-108 
— ParkeFs, II., 85 

— parian,!!., 117 , ’ 

— Passow’s slag, 

— plaster, II., 113,117, ri8 

— Portland, II., T09, iia; see Portland 
cement 

~ ponilly, II , 86 

— putruolanic, IL, 83, 85 

— rock, II., 86 

— Roman, II,, 85 

— rosendale Portland, II., 86, 87 

— sand, II., 1 13 

~ Scott’s Mfienitic, ll, 8j 


Cement, semi-wet, II., 89 

— setting of, II,, no 

— setting time of, II., 105, 106, 122, 

123 

— sidero, IL, 112 

— slag, IL. 83-85 

— Snelus, II., 85 

— Sorel, IL, 130, 415 

— soundness of, IL, 124 

— specific gravity determination, IL, 120 

— storing, II., 107-108 

— super, II., 112, 119 

— tensile strength of, IL, 121 

— Vassy, IL, 86 

— wet process for, II., 88 

— white Portland, II., 112 
Cementkote, II., 118 
Cementing powder, I., 481 
Centrifugal acid pumps, I., 232 

— mills, IL, 414 

Centrifugation, dust removal by, I., 220 
Ceramic industry, II., 151-227 
Cetebros salt, I., 268 
Ceresit, II., 118 

Ceria, catalytic, I., 449, 471 ; IL, 320 

— separation of, II., 300-302, 319 
Cerium, IL, 291 et seq. 

— catalytic, I., 471 ; II., 320 

— estimation of, II., 321 

— industry, II., 291 

— removal from thorium, IL, 300-302 

— test for. 1 1., 303 

— uses of, 316-321 
Cerium carbide, IL, 319 
filaments, IL, 366 

— earth metals, uses, IL, 320 

— fluoride, IL, 31S 

— iron alloys, II. , 316, 372 

— nitrate, uses, II., 319 

— nitride filaments, IL, 366 

— oxalates, solubility of, 11., 301 

: — oxide, effect on luminosity of mantles, 
IL, 303, 304 

I — sulphate, solubility of, IL, 301 
I — titanofluoride, IL, 318-319 » 

; Cerite, IL, 316, 369 
Cerous compounds, use in dyeing, IL, 
320 

Cesspools, I., 186, 187 
Ceylon monazite, II., 293 
Chabazite, IL, 59 
Chalcedony, imitation, I., 349 
Chalk, IL, 78. 414 

— in clay, II., 202 

— use i^brasive, II., 4x9 
Chamber acid, I., 223, 235, 248 
oxides of nitrogen m, I., 235 
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MIM/VAffe ^ ' Chlorine in wattr, L, 159,^ 
si| liquid, I« 38>%^| r 
#pbisoi^ by, I., '3^ 
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Chamber acid, sulphuric acid process, if 
• 206, 2*2 et set/. ' 

^ chemical control of, I., 235 

remarks on, I., 2*4 ^ 

' Chambm, Brown tower, I., **(& 
construction qf, I., *23 rf 

— corrosion of, 1., 2*5, 230 

— Falding’s, I., 227 

— intensive working of, I., 224, 226 

— life of, I., 2*5 

— Moritz, I., 2*6 

— replacement of steam jets by water 

sprays in, I., 233 

Chamois leather, polishing by, II., 4to 
Champleve enamel, 11 ., 278 
Champagne bottle ^ass, II., 242, 243 
Chance-Claus process, I., 204, 210, *98, 

46t 

Charcoal, I., 16, 17 "* 

— decolorising, I., 491 

— properties of, I., 18 

— temperature of ignition, I., 44 
Chaux de Theil, II., 82 

Chemical reactions, effect of pressure on, 

I., 364 

Chemical stoneware, II., 195-196 
Chest, II., 4*5 
Cheshire salt, I., 263. 

Chile nitrate beds, I., 431, 43 h 433 

— saltpetre, I., 210, 431 et teq. 

iodine in, I., 407 

nitric acid from, I., 437 

Chimneys; glass for, II., 265 
China, bcme, II., 185, 187 

— English, II., 185, t87 
—'clays, II., t45, 160, 166, 183 
aluminium sulphate from, II., 54 

— stooe^ll., 184 

— ward'll., 153 
Chinese porcelain, II., 186 
Chinosol, germicidal value of, II., 3 
Cblotaroine, II., 8 

Chlorates, I., 385-388 ■ ^ . 

— current for; I., 388 . 

— old process (d, I., 385, 386 

J — statistics, 1.; 339, 38° ~ 

T — use inp^tss maUng; IL, 148 

-i^lbride* of lime— see-^flwc-Wqy foai/er 
^ (^lotine, I., SSihd*- 


process, 


'■ —.fHrtion on in 

I, 36 |«,|w;^ 

— a^lal 

' — e^latiAi of, !>, 194 
na^nemim 


( felSftite current, 



productKijjt<a, by 
,I .,’389 

properties of, I., 379’ i 
removal of, I., 168, 259, 393, 396, 
Alls f6r, I., 360^ 361, 363 i II., 9 

— test for free, II., 9 

— uses of, I., 381 

— water, germicidal value, II., 3 

— water, purification of, I., 16^, 168 

— weight liberated by dfclSftnq icurrent, 

^1,387.370.374 ' , , 

— ryjeld of per H.P. by electrolysis, I., 

370 

Chloroform, II., § 

Chloros, II., 9 

Chlorosulphonic acii^ I., 4*4 
Chromate, potassiunr, I., 339 
Chrome alum, II., 56 
injurious amount of water, I., 192 

— aventurnft^assJjEL^ 269 
Chromic aci^jdffiWscting properties of, 

II., 12 ■ '.i 

v— oxide, colouring with, II., 164, '6$ 
Chromite bricks, II., 233 • 

Chromium alloys, II., 70 

— colouring glass by, II., *69 

— filaments, II., 366.* • 

— metallic, II., 68-69 

— steel, II., 69 m 

— oxide, catalytic, I., 240 
Chrysoberyl, II., 63 

Chiysotile asbestos, II., 282, 283, 284 
Cigar lighters, II., 316-319. 37 * 

Cim^t grapier, II., 8a 
Cishms, cements for, II., 136 
Citric acid, II., 5 
Claiaf, 3 ^*s 6 
Clati* n^I., 89, 90 
Cllitidcptpcess, Ir, 84, 85, 89, 113 

;;4<dvifatages of, 1., 91 

ni^en^tot, I., 96 , 479 

oxygiAgS^J., 98 

Claus Idli^^^t 

• :■ 

Clay, IL, i39 i|?J 

Chiiia , 

— absorption of oyeMHi? 1L» t4® 

'-f action of held oBt * 4 “. ■ 

—alum for, . 


furnace, I., 219. 
Kaelin and 


Clayj boulder,’ 11,, i« 

_ brick, ll.i>4S. *o* . 

-blue, 11^ 'tS9. # 

— baff-burnil^, 11^1491 *&> . 

— cement, Il.,v*4S*' 

— chalk in, ; H.i'*o* 

— chemical conttitution of, II, 13^142 

— China, U, ^ i45, '^o, 166, 183 

connection l^ween composition and 

refractory popetties, IJ, 230, 231 
_ consisteney of, II., 168 sr 

_ crucible, II., 146 

— eatfhenirate, 11., 159 

— effect of heat on, II., 160 

— electriwl osmose of, II., 143 
expression of, II., ioi ^ 

— fire, II., 146 > 

— flux for, II., 143 “ 

— fusing point of, U., 231 

— impurities in, II., 143 

— jolleying, II., 17 1 

— literature, II., 139 

— melting point 

— moulding, H., tf^ ao6 

— pipe, II., 147 

— plasticity of, II., 142, t®9 

— putdling of, II., 147 

— purification of, II., 143 

— quarrying of, II., 203 

— red-buming, II., 147, 160 

— refractory, II., 147) 230 

— resistance to heat, Ih, 229, 230 

— sagger, II., 147 

— shaping of, II., 169-174 

— shrinkage of, II.; 142, 144 

— softening points of, II., 230, 231 

— stiff-plastic process, II., 208 

— surface, II., 148 

— tempering of, II., 205 , 

— tender, II., 148 

— throwing, II., 170 

— turning, II., 170 

— varieties of, II., 144-149 

— vitrifiable, II., 149 , 

— washing of, II., a^;*04- 

— wire-cut process, ]®‘io8, . 

— yellow, Ii., 149 ■ 

Clerite, II., 3695S; 

Clinker blociMr-!%*Jo 

cement, II., wj 
Cloisonne enamid,. !!;, >78 
Clover, nitrogen flaaidon by, I., 4*8 
Coal, I., 5-16 . ^ 

~ action on watev^-, *•*) **4’- 

— ash of, 1., 7 ' ; 

— calorific-iiit«B«k9-i»t 1.," « i-; ' 
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I., 
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Coal, cheniical constitution of, I., 6 

— classification of, L, 6 

— cleaning of, I., 12-16 

— coking test for, L, 10 

— for firing earthenware ovens, II., 

— ignition temperature of, I., 44 

— impurities in, I., 7 
— Nigerian, I., 21 

— nitrogen, content of, I., 453 

— small, I., 7 

— spontaneous combustion of, I., 19 

— temperatures attainable by, I., 46 

— valuation of, I., 7, ii 

— varieties of, I., 5-6 

— washing of, I., 1 2 

— water evaporating power, I,, 45 

— dust burners, I., 9, 42 ; II., 102 
furnaces, I., 9 

— gas, ammonia from, I., 454 
— ferrocyanide from, I., 491-493 

— — hydrocyanic acid in, I., 492 
sulphocyanide recovery from, 

494.495 

— lai disinfecting liquids, IL, 4 
Coalite, I., 19 

Cobalt, colouring glass by, II. , 269 

— o.xide, II., 189 

blueing with, II., 160, 164 

colouring with, II., 164, 269 

— sulphate, aitalytic, I., 240 
Coffee-mill grinding machine, 11 ., 86, 92 
Cogswes cooler, I., 307 
Coke, I., 1 8, 19, 52 

— ammonia from, I., 454 

— sulphur removal from, I., 19 

— water evaporative power, I., 45 

— oven gas, ammonium sulphate from, 
I., 462 

— ovens, I., 41, 51 

by-product recovery, I., 55 

Coking coals, I., 6 

— test for coal, I., to 
Cold, artificial, uses of, I., 77 

— drying gas by, I., 77 

by evaporation of volatile liquids, 1., 

8o 

— by expansion of gases, I., 84 

— air machines, 1., 81 
Cole’s arctic machine, I., 81 
Colemanite, I., 355 . 35 ®. .357 
Collodionising of gas mantles, II., 31 1-313 
Colloidal theory of clays, 1 1 ., 142. M 3 

— tungsten filament. It., 359 
Colour mill, II.. rSi 
ColourMlglass, II., 251, 270 

'Colours, %rthenware, II., 163:105 

— enamelj II.) 278 
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Colours, glazing, II,, 188-189 I 

— pbrcelain, II., 188-189 

— uranium, 11., 373 ' 

Columbite, II., 337, 338. 369 
Combustion, air required for, I., 46 

— chemistry and physics of, I., 44 
Common bricks, II., 199 

— salt, I., 268 
Compo, II., 98 
Composite glaze, II., 195 
Compound mills, II., 97, 98 
Compressing engine, I., 320 
Compression machines for ice-making, I., 

77 , 

Concentrated ammonia water, 1 ., 463 

— crystal soda, 1., 328 

— oil of vitriol, I., 248 
Concrete, II., 117. i'8, 129 

— armoured, II., 118 
reinforced, II., 118 

— waterproofing of, II., 118, 119 
Condy’s fluid, II., 7 
Conferroid growth, I., 168 

Contact process for sulphuric acid, I., 
206, 239-246 

— substances, I., 363 ; see Catalpts 
Continuous kilns, II., 217 
Cooker, continuous, II., 35 
Coolers, cement, II., 102, 103 

— Cogswes, I., 307 

— Mosser, II., 103 

— shaking, II., 103 

— Smidth, II., 102 

Cooling by gaseous expansion, I., 80, 84 
Coppde ammonium sulphate plant, I., 

• 460, 463, 464 

— oven, I., $1, 52 
Copper, alloys, II., 70 

» _ disinfecting properties of, II., 14 

— castings, titanium in, II., 327 

— ores, I., 214 

— - oxide, II., 189, 269 

— phosphide, II., 426 

— pyrites, I., 206, 217 

— ruby glass, fl., 267, 268 

— salts, antiseptic properties of, II., M, 

17 

— sulphate, germicidal value of, II., 3, 

j tr 

use as insectiade, II., 17 

waf«* purification by, I,, 168 

, -— titanium ^loys, II., 327 

— vanadium alloys, II., 381 
Cop^ites, II., 21, 23 

Gmchrome, II., 328 I 

Cornish stone; II., iS 7 i * 

Comu-ChateliCT pyrometer, I, 69 


Cornwall mines, II., 389 
— pitchblende deposits, II., 370 ' 
Corrosioatf Wlers by oils, I., i 74 , 175 

— of lead^h^bers, I., 225, 230 
Corrosive sublimate, II,, 18 
Corundum, II., 52, 63, 64, 418-419 

— wheels, II., 415 

Cotton, use in incandescent mantles, II,, 

304-30S 

Cottrel electrical dust remover, I., 220 
Coudres de Varech, I., 408 
Coulomb, amount of chemical product 
liberated by, I., 367, 368 

— definition of, I., 367 
Counter-current principle, I., 229, 313, 

3"4 

Crackers, II., 86 
Crackled ware, II., 189 
Crazing, II., 189 
Crenothrix, I., 168 

Cresylic acid, germicidal value of, II., 3 

uses as disinfectant, II., 4 

Critical temperature, I., 84 
Crocodolite asbestos, II., 282 
Crocus martis, II., 164 
Crops, rotation of, I., 428 
Crown glass, II., 230, 251, 252, 260 
Crucible cements, II., 135 

— clays, II., 146 

— furnaces, I., 40, 61, 62 

— lutes, II., 13s 

Crucibles, manufacture of, II., 232 

— refractory, II., 333, 405 
Crushed steel, use as abrasive, II., 419 
Crusher, Blake-Marsden, II,, 92 

— gyratory, II., 92, 93 

— rotary, II., 86, 92 

— Wheeling, forced feed, 11 ., 92 
Crushing machinery, II., 24, 92, 93 

— rolls, II., 414 

— strength of cement, II., 722 

— tools, II., 414 
Cryolite, II., 5 b 55 . >65 

— in enamels, 11., 278 

— in glass making, 11., 250, 269 
Crystal carbonate, I., 327 

— glass, II., 253 

, Crystalline glazes, II., 189 

Crystallisation, conn^ion between ana 
molecular weight, II., 236 

— of salt, I., 268 
Crystolon, II., 403, 418 
Culinary stoneware, II., 195 
Cullet, II., 250 

Cummer rotary oddner, II., tis 
* Cup making machine II.. > 7 * 

Cup(^, L, 40 
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CMptammonium cellulose for incandescent 
mantles, II., 304 

Cupric chloride, use as contact substance, 

!•, 363 

— oxide, colouring with, II., 164 

— sulphate, use as contact substance, I., 

363 

Cuprous chloride, disinfecting properties 
of, II., 14 

— iodide, I., 4 o*> 4 'Oi 4 ” 
Cupro-vanadium, ll., 381 
Curie, definition of, II., 395 
Curie-Debierne process of radium extrac- 
tion, II., 389 

Cutting tools, II., 414 
Cyanamide, II., 41 1 

— ammonia from, I., 472 

— calcium, I., 107, 429, 475-481, 490; 

II,, 37, 38 ; see also under Calcium 
cfanamide 

— cyanide from, I., 491 

— furnace, I., 476 

— industry of, I., 475-481 

— literature, II., 399 

— urea from, I., 480 
Cyapide, I., 4^9 

— Beilby process for, I., 485 

— Erlenmeyer process for, I., 484 

— from atmospheric nitrogen, I., 49 °- 49 ' 

— from calcium cyanamide, I., 480, 490, 

49 ' 

— from ferrocyanide, I., 480 

— from Schlempe, I., 488-489 

— from sulphocyanides, 487-488 

— industry of, I., 483-495 

— iodine, II., 6 

Cyanide, potassium, I., 483 ; see also 
Potassium cyanide 

— Sieperraann’s process for, I., 485 

— sodium — see Sodium cyanide 

— statistics, I., 483 

Cylinders, liquid chlorine, I., 382, 383 

— hydrochloric acid, I., 278 
Cymophane, II., 63 


D 

Dairies, water for, I., 183 
Dakin's hypochlorite disinfectant, I., 4 °* 
Davidsen tube mill, II., 96 
De Lambilly’s process, I., 471 
Deacon’s apparatus for bleaching powder, 
I | 395 ' 

Deacon chlorine, bleaching powder from. 
Deacon chlorine process, I., 362, 363-365 


Dead Sea, bromine in, I., 403 

composition of, I,, 262, 26$ - 

Death Valley, I., 356 
Decolorants for glass, II., 250 
Decolorisation of sulphuric acid, I., 246 
Decoration of earthenware, II., 179 
Delft ware, II., 157 
Deliming skins, I., 419 
Della ware, II., r57 

Dellwik-Fleischer water-gas producer, I., 
'■25 , 

Demantoid, II., 63 
Denitrification, I., 429 
Denitrifying bacteria, I., 427, 428, 429 
Deiis, superphosphate, 11 ., 30, 31 
Dental cements, II., 137 
Dentifrices, I., 423; II., 419 
Deplinne and Donop’s kiln, II., 79 
Descloizite, II., 373, 377 
Desmids, I., 168 
Devil liquor, I., 459 

Devitrification of glass, II., 236, 240, 243 
Diabetes, radium treatment of, II., 396- 
397 

Dials, luminous watch, II., 397 
Diamantin, II., 406 
Diamonds, II., 63, 64 

— artificial, II., 64 

— imitation, II., 65, 265 

— powder of, II., 414 

— use as abrasive, II., 418 
Diaphragm process of electrolysis, I., 36S- 


Diaphragms, porous, I., 114, 115, 368, 
370. 37 '. 37 *. 419 
Diastase, II., 7 
Diatoms, I., 168 
Diazolisation, I., 436 
Dibdin’s contact beds, I., 187, 189 
Dicyandiamide, I., 480 
Didymium, effect on incandescent mantles, 

II.. 30° 

— test for, II., 303 

— uses of, II., 316 

Didymium nitrate, use for branding, II., 

TT C 

Dies for tungsten ware, II., 301 
Dietzsch kiln, II., 79, 104 
Dioxogen, II., 7 
Dippel’s animal oil, II., 423 
DisinfecUnts, 1 ., 422, 423 ; II., 1-16 

— hydrofluoric acid as, I., 419 

— hypochlorites as, I., 402 

— oxidising, II., 6 

— percarbonates, I., 4*6 
— testing of, II., r -3 

_ use of bleaching powder as, I., 396 
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Disintegration constant, II., 386 

— series, II., 386 
Disintegrators, II., 26, 27, 93, 414 
Dissolved txine compound, II., 32 

— guanos, II., 42 

— raw bones, II., 32 

Distillation of ammonia, I., 312, 313-317 

— of water, I,, 166 

Dolomitic lime, analyses of, it, 8t 

— limestone, II., 78 
Dome kiln, II., 103 
Douglasite, I, 329 

Doulton’s nitric acid condensing plant, 
I-> 439 

Down^lraught kiln, II., 213 
Dowson gas, composition of, I., r23 

— suction gas pr^ucer, I., 135 
Dtagading, II., 249 

Dragon’s blood, use in polishes, II., 
421 

Drain-pipes, II,, 196 
Draught in acid plant, I., 231 

— pipes, I., 220 
Driers, II., 83, 84 

— brick, II., 212 

— rotary, II., 34, 35, 92 

— steam, II., 34 

— tunnel, II., 89, 99 
Drinking water, I., 159 
analysis of, I., 193 

purification of, I., 166 et stq. 

Driwal, II., 118 
Drops, Rupert, II., 243 
Drummond’s light, I., tty 
Dry ammonia, I., 467 

— soaps, I., 426 

Drying earthenware, II., 173, 174 

— machines for incandescent mantle webs, 

» II., 307 

— plant for slag, II., 83, 84 

— process for cement, II., 88, 89 

— stoves, II., 173, 174 
Ducco furnace, 1., 213 
Duff producers, I., 129 
Dumesnil kiln, II., 1 14 

Dung, use as manure, II., 42, 43 
Dutax glass, II., 265 
Duriton, I., 236, 249 
Duron tower system, I., 239 
Dust ordlectors, II., 107, 108 

— firing, I, 42 

removal by filtration, I., 220 
Mr — from hot gas, I., 220 
Dwight-Uoyd furnace, I., 210, 216, 217 
Dyeing, uranmm, II., 373 

— wateffa, *., 182 
i JDyiilil^ II., 321 


E - 

Earth, brick, II., 145 

— fullers, II., 146 
Earthenware, II., rS2-i53i 157-181 

— bodies, II., tfis-tfip , 

— calcareous, II., 157 " 

-T- cements for joining metals to, II., 137 

— classification of, II., 157 

— clays for, II., 159 
-^coarse, II., 1 57 

— constituents of, II., 158 

— decoration of, II., 179 

— drying, II., 273 

— engobing, II., 272 

— fine, II., 157 

— ; furnaces for, II , 177 

— glazed, II., 257 S' 

— glazes for, II., 178-179 

— machines for, II., 172 

— mixing materials for, II., 166-167 

— overglaze decoration of, II., 180 

— painting of, II., 179 

— printing of, II., 179 

— progress in, II., i8t 

— shrinkage of, II., 174 

— siliceous, II., 158 

— underglaze decoration of, II., 180 
East Africa, pitchblende deposits of, II., 

370 

Eau de Javel, I., 359 ; II., 9 

Labarraque, II., 9 

Edge-runners, II., 88, 89, 107, 204, 205, 
414 

Efficiencies of electrolytic processes,!., 373 
Effluents, I., 183 e( stq. 

— acid treatment of, I., 184, 185 

— for wool washing, I., 183, 184, 185 

— limiting amounts of poisonous sub- 

stances in, I., 192 
Eggette briquette, I., 24 
Eggs, acid, I., 233, 277, 278 
Eisen Portland cement, II., 85 
Electric lamps, II., 351-367 

carbon filament, II., 351-35S 

literature, II., 351, 366, 367 

production of vacuum for, II., 4^7 

Electrical discharges, absorption of N 
by, I., 427 

— — dust removal by,. I., 220 
— — ozone by, I., 146 

— energy for electrolysis, I., 368 

— furnace, alundum, II., 406, 407 

— r— carbide, II., 409-411 
glass, II., 255 

— >- graphite, II., 404-406 
—^rr phosphorus, II., 424 
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Electrical discharges, production of, IL, 

399-41 1 

temperature of, II., 41 1 

Electrical purification of clay.s, II., 143 
Electricity, destruction of bacteria by, I., 

158 

Electrite, II., 419 

Electro-magnetic .separation, II., 168, 295, 
296 

Electro osmosis, I., 4 
Electro-smelting, use of graphite electrodes 
in, I., 406 

Electrodes, arc-light, II., 320 

— graphite, II., 405, 406 
~ graphitised, II., 405, 406 

— tantalum, II,, 341 
Electrolysis, chlorine by, I., 367, 379 

— diaphragm process for, 1., 368-373 

— hydrogen for, I., 1 14 

— graphite electrode.s for, 11., 406 

— law.s of, I., 367, 368 

— of alkali chlorides, I., 368 

— of salt, I,, 367 (t set/. 

— quicksilver process for, I., 374, 375 
Electrolytic alkali process, efficiencies of, 

I-. 373 

— bleaching, I., 359, 396, 402 
■- bromine, I., 405 

— caustic soda, I., 289 

Electrolytic cells, Acker process for, I., 377 

Bell process, I., 375, 377 

Gall and Montlaux, I., 387 

Gibbs, I., 387 

Lederkin-Corbin, I., 387, 388 

porous diaphragms for, I., 368, 370, 

37 E 372 . 419 

Electrolytic chlorates, I., 385, 386, 387, 
388 

— chlorine, I., 367-379 

water purification by, I., 167, i68 

— iodine, I., 408 

— perchlorates, I., 38S, 389 
Elements, decomposition of, II., 384, 385 
Embossing glas.s, II., 262 

Emerald, II., 63 

Emery, II., 52, 414, 415, 4t8-4i9 

- cloth, II., 417, 418, 419 

- iraper, II., 417, 418, 419 

— wheels, II., 4r3-42i 
Emulsators — see Emuheurs 
Emulseurs, I., 233, 278 
Enamel cements, II., 136 

— glaze, IL, 136 

~ ware, dangers from, II., 276 
Enamelling industry, I., 419 
Enamels, II., 165, 275-279 
-art, IL, 278 

VOL. II. — 29 


Enamels, cojours for, IL, 276, 278 

— composition of, IL, 277, 278, 279 

— ground coats for, IL, 275 

— painting, IL, 279 

— printing of, IL, 279 

— varieties of, IL, 275 

— zirconia in, II. , 334 
Encaustic tiles, II. , 225 
Engelhardt, L, 3 

English china, IL, 185, 187 

— sheet glass, IL, 242 

— vanadium deposits, IL, 377 
Engobe, IL, 158, 159 
Epsom salts, L, r39, 141 
Equalised guanos, IL, 42 
Erlenmeycr’s process for cyanides, L, 484 
Eschclmann's process, L, 245 

Essen tank, L, 186 
Estrich gips, IL, ti 6 
Etching glass, IL, 262 
Ethane, I., 103 

— ignition temperature of, L, 45 
Ethylene, properties of, I., 103 

— temperature of ignition, L, 45 
Ethylene diamine silver phosphate, 11 . , 16 
Eucalyptol, germicidal value of, 11 . , 3 
Eucalyptus, use as disinfectant, IL, 5 
Euxenite, IL, 370 

Evaporation of black ash liquors, L, 299 

— of caustic alkalis, L, 378, 379 
Evaporative power of fuel, I., 45 
Evaporator, Thelen, L, 294 

— vacuum, L, 269 

Excess lime process for water, 1 ., 167 
Exit gases from acid plant, L, 235, 238 

— — ammonium sulphate plant, L, 439 
Expansion test for Portland cement, IL, 

124 

Expression of earthenware, IL, 172 
External work of gases, refrigerating effect, 

I.. 85 


F 

Facing bricks, IL, 199 
Faece.s, use as manure, 11 . , 42, 43 
Fahnejelm’s kiln, IL, 80 
Faience, IL, 153, 157 
Faija test, IL, 124 
Falding chamber, L, 227 
Fans for acid gases, I., 231 

— instead of chimneys, IL, 216, 22 1 
Faraday’s laws of electrolysis, L, 367 
Farmyard manure, IL, 43 

Fats, hydrogenation of, L, no, 118 

— manufacture from flesh meal, IL, 34 
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Fats, recovery from effluents, I., 183-185 

sewage, I., 1 9 1 

Fawcett’s brick machine, II., 210 
Feed water for boilers, I., 172 
Feld sulphur process, I., 205 
Feldmann’s ammonia still, 1., 457 
Felite, II., iio-iii, 125 
Felspar, I!., i6r, 284, 192 

— use in opaque glass, II., 269 

— weathering of, II., 59 
Ferberite, II., 343 344 
Fergusonite, II., 337, 338, 37° 

Ferric ferro cyanide, I., 494 

— oxide, catalytic, I., 240, 244, 245 
estimation of, II., i tg 

— cyanide, potassium, I., 493 
Ferrite, sodium, I., 296; II., 50 
Ferrites, II., 109 
Ferro-boron, II., 70 

— chlore treatment of water, II., 8, 9 

— cyanide, I., 487, 491-493 

— cyanides from, I., 483, 484 485 

— from coal gas, I., 492-493, 495 
Ferrodur, I., 481 

Ferro molybdenum, II., 70 

— nickel, II., 352 

— silicon, 1., 220, 221, 236 ; II., 407-408 
acid resisting, I., 249 

dangers of, II., 409 

hydrogen from, I., 116, 117 ] 

literature, II., 399 

properties, II., 408, 409 

statistics, II., 409 

storage of, II., 4*29 

uses of, II., 409 

Ferrous sulphate, disinfecting properties 
of, II., 16 

Ferro tantalum, II., 341 

— titanium, II., 70, 325-327 

— tungsten, II., 347 

— uranium, II., 372 

— vanadium, II., 70, 380 

— zirconium, II., 333, 335 
Fertiliser Act, II., 43 
Fertilisers, limits of error, II., 44 

— plant for, 11., 22 

— statistics, II., 47 

Fery radiation pyrometer, I., 69, 70, 71, 
73 

— spiral pyrometer, I., 7 1 
Fibrous plaster, II., 118 
Figured plate glass, II., 261 
Filament lamps, II., 351, 366, 367 
Filaments, carbon, 11., 353-355 

— metallic, II., 355 

— miscellaneous, II., 366 

— zirconia, II., 304 


Filter press, for slips, II., 168 
Filters, asbestos, II., 284 

— bicarbonate of soda, I., 310, 322 

— gas, I., 212 

— house, I., 1 61 

— iron removing, I., 181 

— mechanical, I., 162 e/si’f . ; 310, 321 

— permutite, I., 179, 180 

— pressure, I., t66 

— Rcisert’s, I., 262 

— revolving cylinder type, I., 310 

— Royle’s gravity, I., 264 
pressure, 1., 165 

— sewage, I., 18S, 189, 190 

— trickling, for sewage, I., 189 
Filtration, avoidance by sedimentation, I., 

306 

— sand, I., i6r 

— water, 1., 161 e/ stq. 

Findling quartzite, II., 233 
Finishing earthenware, ll., 172 
Findlay cell, I., 372, 373 
Firearms, tungsten in, II., 349 

Fire bricks, II., 232, 234, 403, 4°6 i see 
also Fin-clay^ bricks, etc. 

— clay, II., 146, 23° 

— lighters, 1., 17 ; see Cigar lighters 

— places, domestic, I., 39 

— proof, asbestos preparations, II., 284 

by tungsten salts, II., 349 

cloth, II., 133 

--1I.,57 

— sand, II., 401 
Firestones, II., 316-319 
Firing earthenware, II., 177 
Fireworks, I., 354 

Fish, destruction by effluents, I., 192 

— oxygen necessary for life, I., 192 

— guanos, II,, 34, 36 

— manures, II., 34 

— scrap, II., 34 
Fishing salt, I., 268 

Fitzgerald carborundum furnace, II., 401 
Fixation of nitrogen— see Nitrogen, fixa- 
tion of 

Fixed ammonium salts, I., 456, 457 
Flare kiln, II., 79 
Flash-light powders, II., 315 
Flashing carbon filaments. II., 354 
Fleck’s phosphorus process, II., 423 
Flesh meal, II., 34 
Flint, II., 163, 166 

— glass, II., 242, 243, 252, 253 

— packing, I., 232 
Flooring asbestos, II., 284 
^ blocks, II., 227 

— composition, I., 366; II-, 128 
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Flooring plasters, II., ri3, ii6, 348 
Flowing glass, II., 190 
Fluates, II., 119 

Fluorides, calcium, I., 413, 415; ii,_ j, 

— ammonium, I., 41 j 

— disinfecting properties of, II., n 
Fluorine in enamels, 11 ., 278 
Fluorspar, I., 415; II., 165, 269 
Flue gas, I., 44, 47 

Flues, I., 220 

Fluted sheet glass, II., 260 
Flux for clays, II., r43 

— for earthenware, II., i(jo-r63 
Ford’s silicate of lime stone, II., 1 30 
Fog, I., rsS 

Formaldehyde, disinfecting properties, II., 
3 . S, 18 

Formalin— see Formaldehyde 
Formates, I., ri4 

Formic acid, disinfecting properties, II., 
3 . 5 

Foster superheater, I., 50 
Foucault’s sheet glass machine, II., 259 
Frasch furnace, I., 2r3 

— sulphur process, I., 202 
Fray-Bentos guano, II., 34 
Freezing mixtures, I., 279 

Freiburg process for sulphur trioxide, I., 

245 

French polish, II., 421 
Frits, II., 178, t86 
Fritting, II., 178 
Fritz, II., [62 
Frosting gla.ss, II., 262 
Fiieiis ascophyi nodosum, I., 407 
— filum, I., 407 

— palmatus, I., 407 

— serralus, I., 407 

- vesicuhsus, I., 407 
Fuels, I., I cl seq. 

— available heat of, I., 45 

— c,ilorific intensity of, I., 46 

— — power of, 1., 10 

- classification of, I., i 

~ conditions tor best combustion, I., 37, 
34 


-- evaporative power of, I., 45, 46 
-- for pottery ovens, II,, 177 
~ highest temperatures of, I,, 45, 46 

- ignin'on temperatures of, I., 34 
" litjuid, I., 25 et seq. 

'' utilisation of, I., 29 

waste with hard water, I., 173 

- weathering of, I., 19 
fw cr Lehigh mill, II., 96 
f'hltr's earth, II., 146 

'■uraing sulphuric acid, I,, 246, 247, ; 


Fungicides, II., 17-20 
Furnace bricks, II., 200 

— coals, I,, 5 

— linings, II., 146, 229-234, 333, 403 

— gases, I., 242, 321 

Furnaces, I., 29 et seq.-, see also under 
Kilns, CaUiners, Ovens, Fireplaces 

— air required by, I., 46, 47 

— Alby carbide, II., 409-410 
alundum, II., 406, 407 

— Birkeland-Eyde, I., 443, 444 
black asb, I., 291, 292 

— blast, I., 40, 41 

— brass, 1., 40 

— Bueb’s schlempe, I., 488, 489 

— calcining bicarbonate, I., 318, 319, 320 

— carbide, II., 409, 411 

— carborundum, II., 400 402 

— cements for, 11., 136 

— conditions for best combustion, I., 37 

39 

— construction of, I., 30 

— crucible, F, 40, 6r, 62 

— Diicco, I., 2t3 

— Dwight-Lloyd, I., 2to, 216, 217 

— earthenware, II., 175-177 

— electric, IF, 255, 360, 400-4,2, 424, 

425 

— flues of, 1., 220 

— Frisch’s, I., 213 

— ganister linings of, II., 234 

— gas fired, I., 43 

— glass, II., 254, 255 

— (jorman’s, I., 44 

— Harris, 1 ., 212, 213, 214, 216, 217 

— heating by surface combustion, I. 

fir, fi2 

— Hegeler, I., 216 

— Hunlington-Heberlein, I., 210, 216 

— improvements in, 11., 181 

— Keller, II., .408 

— liquid fuels, I., 42 

— I-urgi, I., 213, 216 

— Maletra, I., 212 

— Mathewson, I., 217 

— mechanical, 1., 283, 284, 292 

— Montz, 1 ., 213 

— muffle, I., 42, 281, 282 

— O’Brien, I., 213 

— oil, I., 25, 42 

— open roasting, I., 283 

— Pauling, I., 443, 444 

— Pomsard’s, I., 44 

— pyrites, I., 21 1 et seq. 

— Ralhenau, II., 407 

— Readinan and Parker's, II., 424 

— retort, I., 41 
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Furnaces, reverberatory, I., 39, 4 ° 

revolving black ash, I., 29s 

_ Rhenania, I., 215, 216, 218 

— Taylor’s, for CS.>, I., 257i 25® 

temperature of, II., I77 

— Thorna, I., 213 

— Tomblee and Fanil’s, I., 219 

— salt cake, I., 281-284 

— Savelsberg, I., 216 

— Scherfenberg, 1 ., 213 

— Schonherr, 1., 445 

— Scott’s electrical, I., 44 ^ 

_ Shippenbach, I., 216 

— silicon, II., 406, 407 

— solid fuels, 1., 31 

steam boiler, I., 3h 32i 33i 34t 35> 3’> 

37. 38. 39 

water tube boiler, 1 ., 41 

_ Wedge, 1., 212, 215 
Furniture polishes, lb, 421 
Fused electrolytic process, I., 377 
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Gadolinite, II., 291, 316 
Gaillard towers, I., 236 
Galena, I., 210, 214; Hy '“3 | 

Gall-Montlaux electrolytic cell, 1 ., 3 »i ; 

Galloway boiler, 1 ., 3 " . i 

Galloway-Hill smoke-preventing furnace, : 

I., 33 ^ ' 

Ganister, II., 140, 232 

— furnace linings, II., 234 
Gan's permutite process, 1 ., 178 - '*3 
-- zeolites, 11 ., 59 , 

Garnets, II., 63, 4*9 
Garuti-Pompili apparatus, I., 1 15 
Gas, ammonium sulphate from, I., 4 U 2 

— blast furnace, 1., 136 

— burner, I., 221 
_ coals for, I., 5 

— coke-oven, I., 54, 55 

— ferrocyanide from, I-, 49‘-493 

— filters for, 1., 212, 237 

— furnaces, I., 43 , 52 

— lighters for, II., 316, 317 

— locking of, I., 315 

— producers, 1 , 4 °, >21 

— retorts, II., 231 

— water, ammoniacal liquor from, 1 ., 450 
composition of, I., 45 ^ 

Gases, exit, I., 235, 238, 459, 46° 

— purification of, I., 243 

Gauges, glass for, II., 265. , 

Gay-Lussac tower, I., 221, 223, 227-229, i 

231 


Gee’s coal washer, I., 16 

Geisler pump, II., 353 

Gelis, sulpho cyanide process, I., 495 

Gems, II., 63-65, 265-266 

Geneva process for aerated waters, I., 195 

Gerard system, I., 149 

Gerbel-Strover furnace, II., 406, 407 

Gercke, I., 4 

Germicidal power, II., t 

— value, II., r, 3 

Gerolstein waters, I., 198 

Geryk pump, II., 353 

Geyserite, II., 163 

Gibb’s electrolytic cell, 1 ., 387 

Gibbon kiln, II., 103 

Gilded glass, II., 270 

Gilding, II., 189 

Gill kiln, 1 ., 201 

steam liquation process, 1., 201 

Ginger beer, I., 199 
Glaserite, I., 33 ° 

Gbss, II., 235-274 

— achromatic, 11., 264 

— actinic ray, opaque, II., 265 

. transparent, II., 265 

— action of alkalis on, 11., 246 

— action of superheated water on, 11., 2.(6 

j .— alabaster, 11., 269 
! - . alumina in, 11., 250 

- anastigmatic, 11 , 264 

— annealing, 11., 261 

— arsenic, 11., 250 

■ - artificial gems, 11., 265-266 

.\sch’s theory of, II., 236-241, 244 

- atmospheric influence on, 11., 246 

- aventurine, II., 267, 268, 269 

— baryta, II., 253 

— Bastie’s hardening process, II., 243--4'’ 

— bead, II., 252 

— bending of, 11., 262 

— black, II., 269 

— blown, 11 ., 251 

— blowing, 11., 256 

— blue, 11., 269 
— Bohemian, II., 242, 243, 251 

— boracic acid in, II., 249 

— boroflint, II., 242, 249 

— borophosphate, IT., 250 

— borosilicate, 11., 251, 265 

— bottle, 11., 242, 243 ' 252 

— bottle green, II., 269 

— bottle machines, 11., 257-258 

— brittleness of, II., 246 

— brown, II., 253, 269 

— carboys, II., 260 

— casting of, II., 260 

— cements for joining metals to, 1 •. 2 
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Glass, cerium in, II., 320 

— chemical, II., 265 

composition of, II., 236-241, 242 

properties of, II., 246 

— chimneys, II., 265 

— chrome aventurine, 11., 269 

— classification of, II., 231 

— coloured, II., 251, 266-270, 349, 373, 

38' 

— crown, II., 250, 251, 253 

— cryolite in, II., 250 

— cutting of, II., 262 

— decay of, II., 266 

— decolorants for, II., 250 

— defects in, II., 260, 266 

— density of, II., 244 

— devitrification of, II., 243, 248 

— electrical insulating, II., 265 

— embossing of, II., 262 

— English sheet, II., 242 

— engraving of, II., 262 

— etching of, I., 417 ; II., 262 

— expansion of, II., 245 

— flashing of, II., 267 

— flint, II., 242, 243, 249, 251, 253 

— frosting of, II., 262 

— furnaces for, II., 253, 254, 255 

— gerate, II., 265 

— gilded, II., 270 

— green, II., 269 

— grinding of, II,, 261, 262 

— hardened, II., 245, 246, 262 

— hollow ware, II., 251 

— homogeneity of, 11., 244 
-- insulating, II., 265 

— iridescent, 11., 262 

— Jena, 11 ., 242, 247, 249, 233, 265 

— laboratory, II., 242 

— large vessels of, 11., 260 
-le.ad, II., 249, 251 

— literature, II., 235 

— melting point of, II., 245 

— milk, I., 419 ; II., 51, 270 

— miner’s lamp, II., 253 

— mirrors, II., 263 

-— mixing materials for, II., 252 
-- mixture, theory pf, II., 241 

— nature of, II., 235 

— normal, II., 236 

— opal, II., 269 

— opaque, II., 250, 251, 266-270 

to infra-red rays, II-, 244 

to ultra-violet rays, II., 244 

white, II., 269, 270 

— optical, II., 263, 264 

properties of, II., 244 

~ paper, II., 417, 418, 419 


Glass, phosphate, II., 251 

— photographic, II., 265 

— pink, II., 269 

— planed^ II., 253 

— plate, II., 242, 243, 251, 253, 260, 261 

— pot-metal colouring of, II., 267 

— pots for, II., 232, 254, 255 

— pressed, II., 242, 248, 261 

— properties of, II., 243 

— quartz, II., 270-274 

— raw materials for, II., 247 

— recipe for, II., 252 

— red, II., 269 

— refining, II., 253 

— reinforced, II., 261 

— resistance to atmosphere, II., 246, 247 

— Sackurs’, 11 ., 265 

— Saint Gobin, II., 242 

— sand blast for, II., 262 

— scediness of, II,, 260 

— .sheet, 11., 253, 258-259 

— silica, II., 270-274 

— silica-free, II., 251 

— silver stain, II., 269 

— solid .solution theory of, 11., 241 

— special, II., 265 

— specific heat of, 11., 245 
spun, 11., 244 

— stained, 11., 267 

— stones in, II , 260 

-- strength of, II., 245 

— strite in, II., 260 

’ — stringiness of, II , 260 
; — steam boiler gauge, II., 265 
' table, 11., 242, 25T 

— tanks, 11., 260 

; — thermal endurance of, 11., 245 
’ — thermometer, II., 265 
: Thuringen, 11 ., 242, 247 

— transparency of, II. , 244 
I — tubing, II., 253 

— tumblers, 11., 257 

— typical analysis of, 11., 242 

— ultra-violet light transparent, II., 265 

— uviol, II., 265 

— Venetian, II., 242, 270 
: — violet, II., 269 
i — viscosity of, II., 235, 240 

— water, II., 231 

— white, 11., 243 

opaque, II., 269, 270 

— window, 11., 247, 253 

— working of, II., 255-262 

— X-ray bulb, II., 253 

— yellow, II., 269 

1 — Zschimmer’s II., 265 
j Glassy porcelain, II., 185 
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Glauber salt, I., 264, 285, 331, 332, 333 

Glauberite, I., 329 

Glaze, II., 185, 186, 187-188, 276 

— composition of, II., 195 

— crystalline, II., 189 

— earthenware, II., 161, 178-179 

— flowing, II., 190 

— lead, II., 163 

— lead-free, II., 157, 158 

— lustre, II., 190 

— sanitary ware, II., 195 

— uranium, II., 373 
Glazed bricks, II., 200, 201 

substitutes, II., 270 

— tiles, 11., 226 

Glazing, grinding wheels, II., 415 

— porcelain, II., 187-188 
Globe granite, II., 129 
Glost, II., T76 

— firing, II., 179 

Glover acid, I., 223, 224, 228, 235, 248, 
281 

Glover tower, 1 ., 221, 223, 227-229, 238 

packing for, I., 230, 231 

uses of, I., 224 

Glue, use as a retarder in plaster of Paris, 
1 '. 347 

Glue works, water for, I., 182 
Glycozone, II., 7 

Gold, colouring glass with, II., 269 
pottery with, II., 165 

— cyanide extraction of, I., 429, 483-4S4 

— industry, statistics, I., 483-484 

— liquid, II., 270 

— precipitation of, II., 61 
Gold bronze, vanadium, II., 381 

— chloride, colouring" pottery with, II., 

165 

— overglaze, II., tSp 
Golden hair water, I., 423 
Goldschmidt's reactions, 11 ., 67-75 
Goreham process for cements, II., 89 
Gorman’s furnace, I., 44 

Gout, radium treatment of, II., 396 397 
Graf von Schwerin’s clay purification pro- 
cess, II., 143 
Grainers, 1 ., 270 
Graphite, deflocculated, II., 405 

— electrodes, II., 405, 406 

— from cyanamide, I., 472 

— literature, II., 399 

— mod&of formation, 11., 404 

— powder, II., 404-405 

— properties, II., 404 

— purification of, I., 417 

— statistics of, II., 405 

— temperature of formation, II., 401, 40 


Graphite, uses, II., 405 
Grappier cements, II., 83 
Grates, I., 34 

Grease recovery from effluents, I., 184, 

>85 

from sewage, I., 191 

Green glass, II., 269 

Greenland, cryolite deposits of, II., 51 

Griesheim cell, I., 368, 369, 370, 373 

— nitric acid plant, I., 440 

— system, I., 234, 239 

— towers, I., 224 
Griffin mill, 11 ., 95, 96 
Gritstone wheels, II., 415 
Grinder’s phthisis, 11 ., 415 
Grinding appliances, II., 414 

— glass, II., 261, 262 

— machinery, II., 24-26, 9'3-98 

— materials, II., 52, 128, 413-420 

— mills, II., 414 

— phaster, II., 1 15, 116 

— [lowders, II., 418-420 

— slag, II., 84 

— wet, II., 88, 89 

— wheels, II., 413,416, 417 
Grindstones, carborundum, 11 ., 402, 415 
Grog, 11 ., 146, 163, 231 

Ground coating for enamels, II., 278 

— mica, 11., 287 

— waters, I., 158, 159 
Guaiacol, II., 3, 4 
Guanidine, 1 ., 480 
Guano, 11 ., 42-43, 47 
Guttmann’s alumina packing, 11 ., 52 

— nitric acid plant, 1., 440 
Gwynne, I., 3 

Gypsite, I., 346 

Gypsum, I., 329, 345-349; Ih, 1I3 i '7 

— analysis of, I., 348 

— dehydration of, 1., 347 

— effect on setting of cement, II., 1 1 1 

— loss of setting power, II., 1 16 

— occurrence of, 1., 346 

— prices of, 1., 347 

— statistics, 1., 346 

— uses of, I., 345, 349 


H 

Haas-Ottel electrolytic bleaching cell, h, 
400, 401 

Haber-le Rossignol ammonia process, i-, 
469, 470, 471 
Hack, II., 213 

Hadfield’s gyratory crusher, II., 92, 93 
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Half-value period, radioactive, II., 386 
Hampson hydrogen plant, I., 100 

— liquid air machine, L, 86 
Hanisch-Schroder sulphur dioxide process, 

I-. ='53 

Hard finish plasters, I., 348 ; II., 113, 116 
Hardened glass, II., 245, 246, 262 
Hardening of plaster, II., it6 
Harding’s phosphorus process, II., 425 
Hargreave’s bird cell, I., 370, 373 

— process for sodium sulphate, I., 275, 

281, 284, 285, 289 
Hardness of water, I., 160, 172 

estimation of, I., t94 

loss of fuel by, I., 173 

Harris furnace, I., 212 
Hart's process, I., 337 
Hasenclever’s bleaching powder plant, 1 ., 
394 . 395 

— process, I., 365 
Hauenschild kiln, II., T05 
Haughton’s acid concentration pans, I., 

237 

— acid pumps, I., 232 

— water sprays, I., 233 
Haythorpe’s process, 1 ., 175 
Hayward Tyler’s process, I., 196 
Heat restorers, I., 30, 34, 43 
Heat units, I., 45 

Heavy spar, I., 351 
Hedgehog rolls, 1 1 ., 92 
Hefner candle power, II., 357 
Hegeler mechanical furnace, I., 210, 216 
Helium, properties of, I., 103 
Henry’s law, I., 140 
Herseus fused silica process, II,, 272 
Hermite electrolytic bleaching cell, I., 396, 
397 

— fluid, II., 9 

Herreshoff mechanical furnace, I., 212 
Hessonite, II., 63 
Hexamethylene tetramine, II., 6 

— para-amino-triphenylmethane, II., 9 
High speed steel, II., 69 
Hildebrandt’s liquefaction process, I., 99 
Hippuric acid, I., 428 

HittorPs black phosphorus, II., 426 
Hdchst process, I., 245 
Hoffmann kiln, I., 42; II., 80, 104, 227- 
221 

Hofmann’s blue, I., 494 
Holdcroft’s thermoscopes, 1., 73, 74 
Hollow glass ware, II., 251 
Holst drier, II., 84 

Honigmann carbonating apparatus, I., 307, 
308 

Hoof ijieals, II., 39 
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Hop ale, I., 199 
Hopper salt, I., 268 
Horehound beer, I., 199 
Horizontal kiln, II., 216 
Horn metals, II., 39 
Horry rotary furnaces, II,, 41 1 
Horse power, mechanical equivalent of, I., 
29 

Hot air for furnaces, I., 32 
Hotop kilns, 11 ., 205 
House coals, I., 5 

— filters, I., t6t 

Houston excess lime process for water, I., 
267 

Howard bridge ozone system, T., 249, 152 

Hubnerite, II., 343-344 

Humphries’ sulphur burner, I., 255, 256 

Humus in water, I., 159, 173, 190 

Hunlington Heberlein furnace, I., 210,216 

Hyacinth, II., 63, 334 

Hydrargyllit, II., 50 

Hydraulic limes, II., 77, 78, 82-83, "9 

— press, for filaments, II,, 359 
Hydroboracite, I., 329, 337, 355 
Hydrocarbons, hydrogen from, 1 ., 115 
Hydrochloric acid, I., 275-280 

absorption towers for, I., 277 

condensation of, I., 276, 277 

escape of, into air, I., 275 

germicidal value of, II., 3 

injurious amounts in water, I., 292 

manufacture, I., 275 

properties of, I., 279 

purification of, I., 278, 279 

specific gravity of solutions of, I., 280 

storage of, I., 279 

transport of, I., 278 

uses of, I., 279 

Hydrocyanic acid, I., 487, 488, 495 

action on steam, 1., 492 

in coal-gas, I., 492, 493 

in exit gases, I., 459, 461 

in gas liquors, I., 456 

disinfecting properties, II., it 

from schlempe, I., 489 

Hydrofluoric acid, I., 413-419 

disinfecting properties of, II., ii 

evolution in superphosphate dens, 

IT, 30 

glass etching, I., 417 

manufacture, I., 413, 414 . 

properties of, I., 416 

purification of, I., 415, 416 

specific gravity of solutions of, I., 

416 

storage of, I., 416 

transport of, I., 416 
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Hydrofluoric acid, uses of, 1., 417 
Hydrofluorsilicic acid, I., 415, 417-419 

disinfecting properties, II., ti 

properties of, I., 4t9 

Hydrogen, I., log tisei/., 124 

— amount liberated by electrical current, 

I;,, 367. 368 

■— boiling point of, I., 1 1 2 

— caloriflc intensity of, I., 1 1 

— Claude’s process for, I., 113 

— electrolytic, I., 370, 379 

— from acetylene, I., ri5 

— from acids, I,, 1 16 

— from alkalis, I., i r6 

— from benzene, I., 115 

— from calcium hydride, I., 116 

— from carbon monoxide, I., 113 

— from cellulose, I,, 1 1 1 

— from coal, I., in 

— from ferro-silicon, I., 116 

— from hydrocarbons, I., 115 

— from petroleum, I., 115 

— from water, I., no, na 

— from water-gas, !., 112, 113 

— ignition temperature of, I., 45 

— Jaubcrt’s process for, I., 117; 11 ., 69 

— lifting power of, I., n8 

— I.inde-Frank-Caro process, I., rot 

— Unde process, I., 113 

— liquefaction of, I., too 

— manufacture of, I., 83 </ sfi/. ; no, 471 

— occlusion of, I., no 

— properties of, I., 103, 109 

— uses of, I., 117, 1 18, 379 

— yield per H,P. by electrolysis, 1 ., 370 
Hydrogen peroxide, I., 158, 42t, 422, 

423, 424, 426 

disinfecting power of, II., 7 

estimation of, I., 424 

manufacture, I., 423, 424 

water purification by, 1., 167 

Hydrogenite proces.s, I., 116 
Hydrolith, I., n6 
Hydrolytic tanks, 1 ., 186 
Hydroquinine, disinfecting pro|)erties of, 
11 ., 4 , 

Hydrosulphite, sodium, I., 260 
Hydroxide, potassium, II,, 13; see also 
Fotasmm hydroxide 
Hypochlorite, calcium, 1 ., 395 
Hypochlorites, I,, 391-402 

— disinfecting properties of, I., 402 ; 11 ., 

8, 9 

— formation of, I., 397, 398 

— germicidal value of, 11., 3 

— water purification by, 1,, 16;, 168 
Hypochlorous acid, 1 ,, 392, 393 


Hyposulphite, sodium, I., 259, 298 
Hyraldite C. Ext., I., 260 


I 

Ice-making machines, I., 77 rf seq. 

Ice manufacture, I., 77 ctseq. 

Iceland, water power of, I., 475 
j Ignition temperatures, I., 34, 44 
i Ichaboe guano, II., 42 
llluminants, zirconia, II., 334 
Illuminating gas, coke oven, I., 52, 54, 55 
Ilinenite, II., 323, 324 
Imitation marble, I., 349 
Impervite, 11 ., itS 

Incandescent electric glow lamps, II,, 

351-367 

— mantles, 11., 291, 303-315, 334 

artificial silk, II., 312, 313 

branding of, II., 309 

burning of, 11., 309-313 

collodioni-sing of, II., 311-313 

durability of, 11 ., 314 

fabric of, II., 304-306 

fixing of, II., 309 

impregnation of, 11., 307, 30S 

inverted, 11., 307 

patents relating to, II., 315, 316 

rings for, II., 313, 314 

rods for, II., 313, 314 

statistics, II., 314, 315 

testing, 11., 314 

upright, II., 307 

Incendiary bombs, 11 ., 71, 72 
India, mica from, 11 ., 287 
Industrial gases, properties, I., 103 
Infra red rays, ojtaqueness of glass to, II., 
244 

Inks, vanadium, 11 ., 381 
Insecticides, 1 ., 258; 11 ., t7-2o 
Insulating glass, II., 265 

— porcelain, II., t85 
Intermittent kilns, II., 79 
Internal work of gases, I,, 84, 85 
Iodic hydrarg, II., 14 
Iodides, potassium, I., 41 1 
Iodine, I., 407-412, 434 

— antiseptic.5, II., 3, 6, 10 

— detection of, I., 278 

— electrolytic, 1., 408 

— extraction by solvents, 1., 410 

— from phosphates, I., 411 

— in sea-weed, 1, 407 

— manufacture from caliche, I., 407, 408^ 

409 

from sea weed, I., 408, 410, 411 
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Iodine, occurrence, 1 ., 407 

— precipitation of, I., 407, 408, 410 

— properties of, I., 4'> 

— purification of, I., 4 ' ' 

_ statistics, I., 412 

— uses of, II., 426, 427 

— water, germicidal value, II., 3 

— yield from sea-weed, I., 41 1 
Iodine cyanide, II., 6 

— trichloride, germicidal value, II., 3, 10 
Ionisation, connecting with disinfecting 

properties of, 11., 10, 14 
Ionium, II., 386. 38*. 39 t -392 
Ions, I., 367, 368 
Iridescent glass, II., 262 
Iron, action of ammonium sulphide on. 


I-. 305 

of sulphuric acid, I., no 


— on water, I., t lo-i 1 1 


— disinfecting properties of, II., i6 


.- corrosion by acids, I., 249 
by water, 1 , 172, 173 

— cutting by oxygen flame, 1., 105 

— eflect on glass, 11., 269 

— enamelled, II., 276-277 

— estimation of, 11., 119, 120 

— in aerated water, I., 200 

— in alum, II., 53, 57 

— in bricks, II., 202 

— in fire-clays, II., 230 

— in soda water, 1., 200 , 

- in water, I., 168, iSo, 181, 1S2 ; II., 

60, 6t 

— in magnetic separation of, 11., t68 

— - water purification by, 1., 166 j 

Iron alloys, 11 ., 70 | 

— bromide, 1., 406 

— cistern cement, lb, 136 

- ore cements, lb, 112 

— oxide, b, II2, 213; catalytic, b, 240, 


244,245 ., ,, , 

colouring earthenware with, lb, 104, 


189 

— pans, enamel glaze in, II , 136 

— phosphate, 11. , 425 

— Portland cement, Ib, 85 

— pyrites, b, 206, 214 ; see under PyriUs 

— salts, disinfecting properties of, lb, 16 

— treatment of effluents by, b, 184, 188 

— water purification by, b, 166 

Iron sulphates, limiting amounts in water 
for fish, I., 192 

— silicides, Ib, 408 

— work, protection of, lb, 404 
Ironac, b, 236, 249, 278 
Ironite, lb, 1 19 

Isinglass substitute, b, 408 


Italian asbestos, II. , 281, 282 
Urol, Ib, 16 


J 

Japanese porcelain, Ib, 186 

— sulphur, b, 203 

Jargon, Ib, 63, 334 

Jaubert hydrogen process, b, 105, 116 

Javel water, b, 391 

Jeffrey pulveriser, Ib, 93 

Jena glass, Ib, 242, 249, 253, 265 

Jenisch ball mill, II , 94 

Jersey stone, lb, 16 1 

Jet, b, 4 

Jigger, vertical, lb, 171 
Jigs for coal, b, 14 
Johannis waters, b, 198 
Johnstone kiln, lb, 103, 104 
Jolleying clay, lb, 171 
Joudrain’s phosphorus process, Ib, 426 
Joule-Thomson effect, b, 84 
Juniper, use in polishes, Ib, 421 


K 

Kainite, b, 329, 330, 337 

— use as manure, Ib, 40 
Kalkstickstoff, b, 475 ; sec Nttrohm, 

Cyammuk 
Kankar, lb, 78 

Kaolin, lb, 55, 145-146, 183 i see also 
China day 

chemical composition of, Ib, 139-142 

— zeolite from, lb, 59 
Kaolinite, lb, 146, 183 

Keene’s cement, lb, 116, 130, 137 
Keller furnace, lb, 408 
Kellner’s electrolytic bleaching cell, b, 
396, 397 . 398 
Kelp, b, 408 
Kent mill, lb, 96 
Kentish rag, Ib, iii 
Keranio, II., 270 
Keramyl, lb, ii 
Kermode burner, b, 26 
Kerpely producer, b, 130, 132 
Kessler’s apparatus, b, 237 
Kestner acid elevator, b, 231 
Kettles, calcining, Ib, 115 
Keystone lime kiln, lb, 79 
Kieselguhr, II., 163, 414, 420 
Kieserite, b, 329, 330, 332, 335 ; Ib, 41 
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Kilns, I-, 42; II-i 79 - 8 ii 99 -’°S> ” 3 -" 7 > 
214-222 

— Aalborg, II., 104, 105 

— archless, II., 214, 2r6 

— Batchelor, II., 103 

— bottle, II., 103 

— brick, II., 214-222 

— Biihrer continuous, II., 218, 221 

— cement, II., 99-105 

— clamp, II., 215 

— continuous, II., 204, 217 

— Dietzsch, II., 104 

— dome, II., 103 

— down draught, II., 215, 216, 232 

— Dumesnil, II., 124 • 

— for lime burning, II., 79 "®’ 

— for refractory goods, II., 232 

— Gibbons, II., 103 

— gypsum, II., 1 1 3 - ”7 

— Hargreaves, I., 284 

— Hauenschild, II., 105 

— Hoffmann’s, I., 42; U-i 217-221, 

232 

— horizontal, II., 216, 232 

— Hotop, II., 105 

— Johnstone, 11 ., 103 

— muflle, II., 194 

— plaster, II., 1131 14 

— rotary, IL, 99-103, 114 

— Schneider, II., 105 

— semi continuous, II., 216, 217 

— shaft. It., 104 

— Spackman’s, II., 103 

— Staffordshire, II., 222 

— stage, II., 104 

— stationary, II., 99, 103-105 

— stein-ribbed, II., 105 

— up-draught, IL, 216 
Kish, II., 404 

Knietsch-Herreshofl process, I., 242 
Koker stoker, I., 37 
Kominor, mild, II., 94 
Kontrastin, IL, 334 

Kopper ammonia recovery plant, L, 462 

Kopper’s oven, L, 54 

Kritzer hydrator, IL, 81 

Krugite, L, 329 

Krupp ball mill, IL, 94, 95 

Krupp’s pyrometer, L, 15 

— tube mill, IL, 96 

Krause’s catalytic process, L, 245 

Kryolite— see Cryolite 

Kubierschky’s bromine plant, L, 404, 

405 

Kulm, uranium in, IL, 370 
Kunheim metal, IL, 317-318 
Kunzite, IL, 63 


L 

La Farge cement, IL, 82 
Laboratory glass, IL, 242 
lactic acid, disinfecting properties, IL, 

Lagging cements, IL, 133-134 

— for steam-pipes, IL, 133, 134, 136, 

284 

lake Magadi, I., 287, 299 
Laminaria digitata, L, 407, 408 

— saechariiia, I., 407 

— sUnophylla, L, 407, 408 
lamps, filament, II., 351, 366, 367 

— mercury vapour, 11., 274 

— metallic filament, IL, 351-367 

— metal filament, 11. , 365, 366 

— nitrogen filled, 11. , 364, 365 

— tantalum, IL, 356-357 

— tungsten, IL, 357-366 
Land plaster, I., 345 

line’s process for hydrogen, I., in 
Lanthanum, uses of, IL, 316 

— oxalate, I L, 301 

— sulphate, 11., 301 
Largin, IL, 16 

lassen and Hjert’s st.indard purifier, 1 ., 1 74 

water softener, L, 177 

Lathe, for earthenware, IL, 170 
Laughing gas, L, 496 
laundry, water, L, 482 
Lawns, pottery, 11 . , 168 
Le Chatelier test, IL, 124 
Le Maitre briquette process, L, 29 
Le Sueur cell, L, 371 
Lead alloys, IL, 318 

— corrosion of, L, 230, 236, 249 

— in aerated water, L, 199 

— in sulphuric acid, L, 250 

— in water, L, 161, 168 

— antimonate, IL, 165, 189 

— borate, L, 357 

— chamber process, L, 221 el seq 

— chambers, construction of, L, 225 

et seq 

— compounds, use as fluxes, IL, 163 

— glazes, IL, 163 

— glasses, II„ 249, 251 

— oxides in enamels, IL, 277, 279 
1 - in glass, IL, 249 

— sulphide, L, 210, 214 

— pans for salt-cake furnaces, L, 283 
Leather, ammonia from, L, 455 

— effect of cold on, L, 90 

— use of titanium salts on, IL, 320 

— dyeing, IL, 320 

— meal, IL, 39 
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Leblanc process, I., 204, 287, 288, 289. 
291-298 

melting process, I., 291 

statistics, I., 288, 289, 299, 300 

sulphur from, I, 204 

summary of, I., 297 

Lederlin and Corbin’s cell, L, 387, 388 
Lees’ fusion process for salt, L, 271 
Leguminosse, fixation of nitrogen by, 1 ., 
428, 429 ; II., 39 
Lemonade, fermentation of, L, 191 
Lenix drive, IL, 97 
Lenses, manufacture of, IL, 264 

— polishing of, IL, 421 
Lepidolite, IL, 286 

Light, sterilisation of water by, L, 158, 
169-172 

Lighters, automatic gas, IL, 316-319 

— cigar, IL, 372 
Lignite, I., 4 

Lime, I., 341 • 

— action of carbon monoxide on, L, 

— amount in distilled ammoniacal liquors, 

I-. 315 

— analysis of, II. , 81, 119125 

— bleaching powder manufacture, L, 391 

— burning of, IL, 79-81 

— common, IL, 77, 78-81 

— composition, IL, 81 

— detection by dyes, 1 1., 1 1 1 

— disinfecting properties of, 1 1., 13 
-^effect on organisms in water, 1., 167, 

192 

— estimation of, IL, 120 

— fat, IL, 81 

— hydraulic, IL, 77, 78, 82 

— in bricks, IL, 202 

— in enamels, II., 278 

— in water, estimation of, I., 194 

— lean, IL, 81 

— limiting amount in water for fish, L, 

192 

— manufacture, IL, 78 81 

— manures, IL, 41 

— milk of, L, 317, 324 

— nature of, IL, 77 

— properties of, L, 341 

— rich, IL, 81 

— slaked, I., 341 ; II. , 78 

— slakers, L, 317, 361 ; IL, 80, 81 

— stucco, IL, iiS 

— uses, L, 341 ; IL, 248, 419, 421 

— water purification by, L, 167 

— kilns, L, 41, 317, 318; IL, 79 81 
gas, I., 320, 32 1 

— precipitate, IL, 34 
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Lime-nitrogen, IL, 37 ; see Calcium 
cyanamide 

Lime-sand bricks, IL, 131, 223-224 
Lime-sulphur dips, IL, 18, 19 

washes, II., 18 

Limestone, IL, 78 

— carbon dioxide from, L, 141, 320, 321 

— heat for calcination, L, 320 

— in clay, IL, 143, 144, 201 

— use as manure, IL, 41 
Limogeic enamel, IL, 278 
Linde-Frank-Caro process, L, 113 
Linde liquid air machines, L, 87 

— nitrogen plant, L, 96, 479 

— oxygen plant, L, 92, 96 

— process, L, 84, 85, 89, 113 
Liquefaction of gas, I., 83 ct sep 
Liquid air, separation of constituents of, 

L, 91 

— carbon dioxide, L, 142 

— chlorine, L, 381-383 

— fuels, L, 25, 26, 42, 59 

— gold, IL, 270 
Litharge, use as flux, IL, 163 
Litliia mica, IL, 286 

— water, L, 198 

Lithium aluminium silicate, II. , 63 

— nitride, L, 474 
Lithophone, L, 422 
Lixiviation of black ash, L, 293 
Loams, IL, 146 

Local Government Board’s Sewage Dis- 
posal Regulations, I., 190, 191, 192 
Lodge’s fog-dispelling device, L, 220 
Lbhnert's compound mill, IL, 98 
Lowig process, L, 296 
Long-flamed coals, L, 5 
Loss of heat in burning, L, 47 
Louisiana sulphur deposits, 1 , 202 
Louisville cement, 11 . , 86 
Lubricants in water, L, 174 
Lucifer matches, II. , 429 
Luminator apparatus, L, 176 
Luminous watch dials, IL, 397 
Lump pyrites kilns, L, 2 1 1 
Lunge-Rohrmann reaction towets, L, 230 
Lurgi furnace, L, 213, 216 
Lustre glazes, IL, 190 
Lutes, IL, 135-137 
Lux’s mass, I 1 -, 50 


M 

Mache units, L, 198 
Machines, soft mud, IL, 206 
Mack’s cement, IL, 117 
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Mactear furnaces, I, 320 
Madras mica, II., 288 
Magadi, I,ake, I., 287, 299 
Magenta bronze, II,, 349 
Magnesia, II., 127 

— estimation of, II., 119 

— from magnesium chloride, I., 365, 366 

— in cement, II., 108 

— in glass, II., 248, 253 

— use in glaze, II., 162 
Magnesia bricks, II., 233 

— cement, II., 127, 128 

— mica, II., 287 

— mixtures, II., 46 

Magnesite, I., 141, 343; II., 127, 184 
Magnesium in water, I., 173 

— alba, I., 343 

— aluminate, II., 63 
bricks, II., 233 

— bromide, I., 403, 405 

— carbonate, I., 343 

— chloride, I., 192, 268, 330, 332, 333; 

II., 127, 128 

chlorine from, I., 365, 366 

hydrochloric acid from, I., 365, 366 

waste of, I., 365 

— hypochlorite, I., 396 

— limestone, II., 78 

— metallic, 1., 330 

— nitride, I., 474 

— oxychloride cements, I., 366; II., 127, 

128, 130, 415 

— perhydrol, I., 422 

— peroxide, I., 167, 422 ; 1 1 ., 7 

— salts, I., 343; U., 127, 128 

manufacture, I., 264 

precipitation of, 1., 270 

removal from water, II., 60 

— silicofluoride, II., irg 

— sulphate, I., 330, 332, 333 
Magnetic separation of monazite, II., 295, 

296 

Magnetite arc lamp, II., 329 

— anodes lamp, I., 369 
Mahler-Cook calorimeter, 1 ., 8 
Majolica, II,, 153, 157 
Maletra furnaces, 1 ., 212 

Mallow root, action on plaster, II., 116 
Malins, IL, 146, 203 
Manganates, disinfecting properties of, 
II -,7 

Manganese alloys, II,, 70, 318 

— borate, I., 357 

— catalytic, 1., 47 1 

— dioxide, I., 360, 362, 410 

— metallic, II., 68, 70 

— “removal from water, 11., 60 


I Manganese, available oxygen in, I., 360 

i use in glass-making, II., 250 

j — hydroxide, I., 362 

— oxides, II., 189 
catalytic, I., 240 

colouring glass with, II., 269 

pottery with, II., 165 

— permutite, II., 60 
Manganous oxide, I., 117 
Mannheim calciner, II., 114 

— salt-cake process, I., 284 

— sulphur trioxide process, I,, 244, 245 
Mantles, incandescent gas, II., 303-315 

: Manures, 11 ., 21-47 
— ■ aninioniacal salts, I., 467 

— analysis of, II., 44-47 

— certificates for, II., 47 

— cyanamide, I., 475, 480 

— determination of nitrogen in, 11., 45 
of phosphorus in, II., 45 

— incompatible, II., 42 

— mixed, II., 41, 42 

— moisture in, 11., 45 

— nitrogenous, 11., 36 40 

— sludge, I., 19 1, 192 

— statistics, II., 47 
i Marble, II., 78 

I — artificial, I., 366; II., 12S, 130, 131 

— cement for, II., 136 

— imitation, I., 349, 

— Marezzo, 11 ., 130 
j — Moreau, II., 131 

I Marcasite, 1 ., 206 
; Marezzo marble, 11 ., 130 
j Margett’s cement process, 11 ., 89 
Marls, II., 146, 203 
Marquardt’s porcelain, II., 185 
Marten's instrument, II., 123 
Martin's theory of decomposing elements 
1 I ..384 

Matches, II., 429-432 

— after glow prevention, 11., 430 

— composition of, 11., 429-431 

— double dip, H., 430 

— French State, II., 431 

— Lucifer, IL, 429 

— safety, IL, 430, 431, 432 

— statistics, 11., 431, 432 

— white phosphorus, 11., 430 
Mathewson furnace, I., 217 
Matura diamond, IL, 334 
Meal, blood, 1 1 ., 39 

— castor oil, IL, 38 

— horn, 1 1., 39 

— rape cake, IL, 38 
Mechanical burners, I., 213 

— pyrites furmaces, L, 212 
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Mechanical salt cake furnaces, I., 283, 284, 
3 «S 

Medina cement, II., 85 , 

Mediterranean, composition of, I., 262, 
263 

Medusa, II., 119 
Meldrum Koker stoker, I., 37 
Mercuric bromide, 11 ., 14, 15 

— chloride, II., 3, 14, 15, iS 
-- cyanide, II., t5 

— ethylene diamine .sulphate, II., 15 

— iodide, II., 15 
Mercury alloys, II., 318 

— cells, I., 375 

— disinfecting properties of, II., 15 

— mirrors, II., 263 

— oxycyanide, II., 15 

— peroxide, II., 7 

— salicylate, 1 1 ., 1 5 

— salts, II., 14-15 

— vapour lamp, I., ryo; II., 265, 274 
-- zinc cyanide, II., [5 
Mesothorium, II., 385, 387, 388, 393- 

394 , 398 

Messerschraitt’s process, I., iit 
Metal polishes, II,, 420'42t 
Metallic filament lamps, II., 351-367 

— salts, germicidal value of, II., 10 
.VIetalising carbon filaments, II., 354 
Metals, action of sulphuric acid on, I., 

249 

— cements for joining to wood, H., 137 

— melting by surface combustion, I., fit 
.Methane, properties of, 1 ., 103 

— temperature of ignition, 1., 45 
Methylamines, 1 ,, 488 

Mexico, vanadium ores of, II., 376 
Meyer’.s tangential chambers, I., 227 
Mica, II., 2S5-289 

— amber, II,, 288 
■— artificial, II., 286 

— dark amber, II., 288 

— ground, II., 286, 287, 289 

— literature of, II., 285 

— manufacture, 11., 28S 

— powder, 11., 287 

— production of, II., 28S 

— scrap amber, II., 289 

— sheet, II., 287 

— silver amber, II., 2S8 
-- species of, II., 285 

— uses of, 11., 287 

— value of, II., 288, 289 
Micanite, II., 287 
Micrococats urea, 1., 428 
Microsol, II., 14 

Milch superphosphate den, II., 30 
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Milk, Pasteurisation of, II., 7 

— glass, I., 419; II., 270 
Mills, ball, 11 ., 89, 93'94, rofi 

— Clark’s, II., 89, 90 

- colour, II., i8r 

— compound, II., 97, g8 

— edge-runner, II., 204, 205 

— pug, II., 99, iSS, 206 

— roller, 11., 93, 95, 96 

— tube, il., 8g, 96, 97, T07 

— wash, II., 204 

— wet grinding, II., tfifi 
Millstones, II. , 414 
Minargent, 11 ., 349 
Mineral blue, I., 494 

— oils, 1., 25 

— springs, bromine rich, I., 403, 406 

— superphosphate, II., 3 1 

— table waters, I., 197, 198 

— waters, artificial, 1., 195-200 

radio active, I., 198 

Mirrors, glass, 11 ., 263 

Misch metai, II., 316, 317, 318 
Mixed gas, carbon dioxide in, I., 321 

— manures, 11., 41, 42 
Mixers for slurry, 11 ., gt 
Mixing silos, 11 ., 99 

- slag, II., 84 
Modelling clay, II., 169-171 
Mohave desert, I., 356 
Moisture, estimation of, 11 ., 45 
Molasses, potash from, I., 338 

- removal of sail from, II., 60 
Molecularweight and crystallising capacity, 

11.. 236 

Molitor ball mill, II., 94 
.Molybdenum, 11 ., 355 

- alloys, II., 70 

- ftliimeiits, 11., 355 

- metal, II., 68, 70 

— molybdate, II., 46 
Molybdic acid solutions, II., 46 
Monazite, II., 291, 292, 316, 369 

— composition of, II., 293 294 

— concentration of, II. , 294-296 

— dry blowing of, II., 295 

— preparation for export, II., 294-296 
- statistics, II., 297, 298 

Mond gas, ammonia from, I., 134, 453, 
462 

— — calorific power of, I., 134 
composition of, I., 134 

theory of ammonia formation in, I., 

49a 

— producer, I., I2i, tag, 130 

— suction gas producer, I., 135 
Monochloracetic acid, I., 381 
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Monox, II., 403, 404 
Montanin, II., 1 1 
Montejus acid, I., 231 
Moor coal, I., 4 
Moorish ware, II., r57 
Mordants, II., 51, 56, 57 

— uranium, II., 373 

— vanadium, II., 381 
Mortar, II., 117-119 
Moritz chambers, I., 224, 22G 

— furnace, I., 213 

Mortar cement, II., it 7, 118 

— common, II., 117 
Mosser cooler, II., 103 
Mottramite, II., 375, 377 
Moulding clay, II., 170 

— porcelain, II., 187 

Moulds for earthenware, II., t7o, 171 
Moyer waterproofing process, II., 118 
Muffle furnaces, I., 42 ; II., 1 18 

— kiln, II., 194 
Multitubular boiler, I., 32 

Muriate of potash— sec Potassium chloride 
Muscovite, II., 285, 287 


N 

Naphthol, beta, II., 4 
Naples yellosv, II., 165 
Native guano, II., 43 
Natrolite, II., 59 
Neodymium, colouring porcelain by, II., 

320 

— use in glass, II., 320 

— oxalate, II., 301 

— sulphate, II , 301 
Nernst filament, I., 145 

— lamp, II., 334 

Nesfield triple tablets, II., to 
Neumann’s phosphorus process, II., 425 
Neutral bricks, II., 233 
Newfoundland asbestos deposits, II., 282 
Niagara Kails, I., 371, 385, 387 ; II., 403 
Nickel alloys, II., 70 

— colouring glass by, II., 269 

— use in glass making, II., 250 

— oxide, I., 1 18 : II., 165 

— sulphate, catalytic, I., 240 
Nicol’s spissograph, II., 124 

Nicotine, disinfecting properties of, II., 
19, 20 

— sulphur dip, II., 19-20 
Niedenftihr-Rohrmann |)acking, I., 227, 

229 

Nigerian monazite, II., 293 


I Nile sudd, briquetting of, I., 24 
'■ Niobium, II., 341-342 
i Niton, I., 198 
! Nitra lamps, II., 365 
' Nitragin, II., 40 

; Nitrates, absorption by plants, I., 427, 428, 
429 

; — ammonium, I., 435-436,- 448 ; see also 
I Ammouitm nitrate 
I — calcium, I., 434, 435, 447 
\ — Chile deposits, I., 431 
1 — estimation of, I., 194 

— for sulphuric acid, 1., 210 

— from air, I., 446-447 

— formation of, in soil, I., 427, 428, 429, 

434 

— in water, I., 173 

— Norwegian, I., 441 

: — potassium — see Potassium nitrate 
. — sodium— see Sodium nitrate 

■ — sources of, I., 210 
Nitre cake, I., 438 

disinfecting properties of, II., 12 

uses of, I., 356 

— pots, I., 220, 234 
Nitric acid, I., 437-451 

absorption towers, I., 447 

— — disinfecting properties, II., 11 

from air, I., 427, 441-449 

from ammonia, I., 435, 448 449 

— - from Chile saltpetre, I., 437 
in sulphuric acid chambers, I., 225, 

233. 234 

in water, I., 159, 160 

properties of, I., 449-450 

specific gravity of, 1., 450 

statistics, I., 451 

stills, 1., 438, 439, 440 

V'alentiner’s process, I., 440 

oxide, formation of, I., 441, 442, 

446, 447 

j heat of formation, 1 , 442 

; properties of, I., 103 

: Nitrides, aluminium, I., 473 474 
’ ammonia from, 1., 473-474 

■ Nitrification, I., 429 

; Nitrifying bacteria, 1 ., 427, 428, 429 
; Nitrites, I., 447-448 

j — absorption by plants, I., 427, 428, 429 
; — bacteria, I., 429 

— estimation in water, 1., 194 

— sodium, I., 436 ; see also Sodium 

nitrite 

Nitrocake, I., 234 
Nitrogen, 1 ., 83, 107, 108 

— absorption by bauxite, I., 473, 474 
-by calcium carbide, I., 477 
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Nitrogen, absorption by plants, 1 ., 427, 
428, 429 

from atmosphere, I., 427 

— animal life and, I., 427, 428 

— assimilation of, I., 427, 428, 429 

— boiling point of, I., 1 1 2 

— circulation of, I., 427, 428 

— Claude plant for, I., 96, 98 

— conditions for uniting with oxygen, I., 

44 t, 442 

— copper process for, I., 107 

— direct unions of, I., 108, 469 

— estimation of, I., 193; II., 45 

— fixation of, I.| 427, 428, 429, 441-447 ; 

11.. 327 

— from air, I., 91 

— Hildebrandt’s process for, I., 99 

— in coal, I., 453 

— lamps, II., 364-365 

— Linde plant for, I., 94, 95, 96 

— production of, I., 61, 94, 107, 471, 479 

— properties of, I., 105, 107 

— - quantity in atmosphere, 1., 44 1 

— uses of, I., ro8 

— bacteria, I., 427, 428, 429 
use as manure, II., 39 

— monoxide, I., 496 

— oxides, disinfecting properties of, II., ti 
electrical formation of, I., 427 > 44 ‘- 

447 

in chamber process, I., 222-225, 

2 ii, 234 

in sulphuric acid, I., 251, 235 

— peroxide, I., 446, 447 
Nitrogenous manures, II., 36 40 
Nitroguanidine, I., 480 

— lime, I., 475; 11 ., 42, 41 1; see also 

Calcium cyanamide 

analysis of, II., 38 

use as manure, II., 37, 38 

Nitro-phosphate, II., 42 
Nitrosococcus, I., 429 
Nitrosomonas, I., 429 
Nitrosyl sulphuric acid, I., 223, 224 
Nitrous acid, decomposition of urea by, 

1., 428, 429 

in water, I., 159, 160 

manufacture, I., 496 

— oxide, I., 103, 434, 496 

properties, I., 496 

Non coking coal, I., 5 
Non slip stone, II., 129 
Northwich salt beds, I., 262 
pans, I., 265, 266 

Norway, water power of, I., 441, 475 
Norwegian saltpetre, I., 435, 447 
Nut briquettes, I., 24 


0 

O’Brien furnace, I., 213 
Ocean, composition of, I., 262 
Ochre, II., 164 

Oddo cyanamide factory, I., 475, 476, 
477 

Ohio bromine mineral springs, I., 403, 406 
Ohm’s law, I., 368 
Oil, filtration of, I., 174 

— in water, I., 174 

— mineral, 1, 25 

— separation from boiler water, I., 174, 

175. >79 
Oil fuels, I., 25 

advantages of, I., 26 

cost of, I., 27 

— furnaces, I., 42 

— shales, II., 148 

— of eucalyptus, II., 5 

— of vitriol, I., 248 ; see Sulphuric acid 

— dug, II., 405 
Oleic acid, 1 ., 1 18 
Olivene, !!., 63 
Opal, II., 63 

— glass, II., 269 

Opaque glass, II., 250, 251, 269, 270 
Open mixers, II., 205, 206 

— roasting furnace, I., 291, 292 
Opl process, I., 224, 234, 239 
Optical glass, II., 263-264, 320 

— pyrometers, I., 67, 68, 69, 70, 71, 73 
Oriental amethysts, II., 63 
Orthoclase, II., 161 

Osmi lamp, 11 ., 355 
Osmic acid, 11 ., ii 
Osmium, catalytic, I., 471 

— filaments, II., 355, 366 

Ostwald nitric acid process, L, 435, 448- 
449, 480 

Otto oven, I., 52, 53 
^ ozone system, I., 147, 151, > 5 ^ 
Otto-Hilgenstock ammonia recovery pro- 
cess, I., 463 

— oven, I., 54 

Outhenin-Chalandre cell, I., 371 
Ovens, earthenware, II., 175-177 

— improvements in, II., t8i 

— pottery, II., 1 75-177 
Overburden, II., 203 
Overglaze colours, II., 189 

— decoration, II., 180 
“Ovoid” briquettes, I., 24 
Owen’s glass bottle machine, II., 257 

— lake, 1., 287 

Oxalates, hydrogen from, I., 114 
Oxalic acid, II., > >9 
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Oxalic acid, use as polish, II., 421 
Oxidation, catalytic, L, 448, 449 
Oxidising agents, I., 421-426 

— disinfectants, II., 6 
Oxone, I., 421 

O.xy-acetylene flame, I., 105, 117 
Oxychloride, II., 9 
Oxy-hydrogen flame, I., 117 
Oxygen, amount necessary to life, I., 
192 

— available, I., 421, 424 

— Brinn process, 1 ., 105 

— Claude plant for, I., 96, 97, 98 

— consumption value for water, I., 160 

— determination of dissolved, I., 294 

— electrolytic, I., 105 

— Hildebrandt’s process, I., 99 

— Jaubert process, I., 205 

— Linde plant, I., 92, 96 

— manufacture, I., 83 

— production from air, I., 91 

from electrolysis, I., 370 

from Linde plant, I., 92 

— properties of, I., 103, 105 

— statistics of, I., 106 

— uses of, I., 105 

Oxygen consumption value, I., 194 
O.xylith, I., 421 
Ozonair system, I., 150 

— water treatment, I., 15 ;, 154 
Ozone, I., 145 c/ se</. 

— air purification by, 1., 1 54 

— applications of, I., 15 1 

— bleaching by, I., 154 

— detection of, 1., 150 

— disinfecting properties of, 11., 5, 6 

— estimation of, 1., 150 

— formation of, 1 , 145, 146 

— properties of, I., 103, 145 

— sterilisation of water by, I., 169 

— water purification by, I., 151, 168, 169 

— use in fermentation industry, I., 154 • 
Ozonic ether, II., 7 

Ozonides, II., 6 


P 

Packing for towers, I., 227, 229, 230, 231 

Paint for iron-work, II., 404 

Pan-boilers, I., 39 

Pan-scale, I., 268 

Pans, iron, I., 281 

Pancreatine, II., 7 

Pankermite, L, 355 

Paper sizing, II., 57 

Paperstock asbestos, II,, 283 


Paraffin, use as a polish, II., 420, 42T 
Paraform, II., 6 
Paraformaldehyde, II., 6 
Parian cement, II., 117 

— porcelain, II., 154 

— ware, II., 186 

Paris, plaster of, II., 113-117 

— blue, I., 494 
Parker’s cement, II , 85 
Parrot coals, I., 6 
Partinium, II., 349, 352 
Partition blocks, hollow, II., 227 
Passow’s slag cement, II., 84 
Paste, II., 65, 265, 266 

Patent fuel, 1 ., 21 

— plate glass, II., 261 
Patronite, 11 ., 375, 376 

Pauling electrical furnace, I., 443, 444 
Paving blocks, II., 197-198 

— stones, II., 129, 130, 131 

— tiles, II., 225 
Pearls, II., 63 

— artificial, II., 65 

Peas, nitrogen fixation by, I., 42S 
Peat, I., 3 

— ammonia from, I., 454, 461 

— bacterised, I., 434 

— nitrogen in, I., 454 

— temperature of ignition, I., 44 

— use as fuel, I., 3 
Peat charcoal, I., iS 

— gas, 1., 4 
Peaty acids, I., 173 
Pegmatite, II., 161, 2S5 
Pens, tantalum, II., 341 
Pepsin, II., 7 
Peracids, 1 ., 424-425 
Perborates, 1 ., 357, 425, 426 

— ammonium, L, 426 

— disinfecting properties of, II., 7 

— sodium, I., 425, 426 
Perborax, 1 ., 425 
Perboric acid, I., 425 
Perborin, I., 426 

Percarbonates, disinfecting properties of, 
II., 7 

— potassium, 1., 426 

— sodium, I., 426 
Percarbonic acid, I., 426 
Perchlorates, 1 ., 388-389 

— analysis of, I., 389 
Perhydrol, I., 423; II., 7 

— water purification by, I., 167 
Peridot, II., 63 

Perin’s instrument, II., 123 
Period, radio-active, II., 386 
Permanent hardness, I., 172 
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Permanganates, disinfecting properties of, 
II-, 7 

— removal from water, II., 6i 

— sterilisation of, I., 182 

— water purification by, I., 167 
Permonosulphuric acid, I., 423, 424 
Permulite, I., 176-183; II., 59, 60, 5 i 

— sodium, II., 60 
Peroxide, hydrogen, II., 7 
Peroxides, I., 421-424 

— disinfecting property of. It., 7 

— nature of, I., 421 
Peroxol, II., 7 
Persol, I., 426 

Persulphate, ammonium, I., 424-425 

— potassium, I., 425 

Persulphates, disinfecting properties of, 

II., 7 

Persulphuric acids, I., 424 
Peru, nitrate beds of, I., 431 

— vanadium deposits of, II., 376 
Peruvian guanos, II., 42 

Pestle and mortars, II., 413 
Petersen’s tower process for sulphuric 
acid, I., 239 

Petroleum, cements insoluble in, II., 137 

— hydrogen from, I., 113 
Petroleum ether, use as lubricant, I., 89 

— oils, water evaporative power, I., 45 
Pettigrew’s furnace, II., 406, 407 
Pharaoh’s serpents, II., 69 

Phenol, germicidal value of, II., 1-3 

— in dips, II., 20 

— in gas liquor, I., 456 

— use as disinfectant, II., 4 
Phenyl-salicylate, II., 5 
Phlogopite, 11 ., 285, 286 

— uses of, 287 
Phosphate glasses, 11 ., 251 

— rock, I., 252 

plant, II., 28 

Phosphates, crushing of, II., 24 
-- deposits of, II., 21-23 

— estimation of, II., 45 

— iodine from, I., 41 1 

— natural, II., 21-23 
Phosphatic manures, II., 21-33 
Phospho-nitrogenous manures, II., 33-36 
Phosphorescent substances, I., 352 
Phosphoretted hydrogen, II., 409 
Phosphoric acid, I., 160; II., 31,32 

removal from thorium, II., 300 

use in glass making, II., 250 

Phosphorus, II., 423-427 

— allotropic modifications of, II., 426 

— amorphous, II., 426 
-7- black, II., 426 
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Phosphorus, Bologna, I., 352 

— condensation of, II., 425 

— Harding’s process for, II., 425 

— Hittorfs black, II., 4*6, 431 

— Joudrain’s process for, II., 426 
— - Neumann’s proce.ss for, II., 425 

— occurrence, II., 423 

— old process for, II., 423 

— production in matches, II., 430 

— properties of, fl., 426 

— pyroinorphic, II., 426 

— Readman-Parker process for, II., 424 

— red, II., 426, 430, 431 

— .scarlet, II , 426, 427, 431 

— uses of, 11., 427 

— violet, II., 426 

— white, II., 426, 429, 430 
Phosphorus liydrides, II., 431 

— sulphides, II., 431 
Photographic glass, II., 265 
Photography, use of cerium in, II., 320 

uranium nitrate, II., 373 

vanadium salts. If., 381 

Photometric pyrometers, I., 69 
Picro-ilmenite, II., 324 

Pictures, restoring of, I., 423 
Pigments, zirconium, II., 335 
Pine-wood, ignition temperature, I., 44 
Pink glas.s, II., 269 

— overglaze, II., 189 
Pinnoite, I., 329, 331, 355 
Pipeclay, II , 147 

Pipes, burner, I., 220 

— drain, II., 196 

Pitch, use as a binder, I., 21, 22 
Pitch cancer, I., 24 

— coal, 1., 4 

— ulcer, I., 24 

Pitchblende, II., 369, 370, 371 

— extraction of vadium from, II., 390 

— mines, 11., 389 
Placing ovens, II., 175 
Panel glass, 11 ., 253 

Plants, absorption of nitrogen by, I., 427, 

428. 4*9 

— foods for, II., 21 

Plaster cements, II., 86, 1 1 3-1 17, 1 18, 130 
Plaster of Paris, I., 347 ; H-, ii 3 -'t 7 

action of glue on, II., u6 

— analysis of, I., 348 ; II., 120 

hardening by gum arabic, II., 

116 

— properties of, II., 116 

theory of setting, II., 116 

uses of, I., 3491 

Plasters, calcium, II., 113 

— flooring, II., 113, 116 
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Plasters, grinding, II., 115, 116 

— hard finish, I., 348 ; II., 1 13, 116 

— hardening of, II., 1 16 

— setting of, I., 347, 348 

— tensile strength of, I., 348 

— wall, I., 349 

Plastic bricks, plant for, II., 99, 209 
Plasticity of clays, II., 142, 169 
Plate glass, II., 242, 243, 251 

figured, II., 261 

manufacture, II., 260, 261 

recipe for, II., 253 

— ■ making machines, II., 172 

— powders, II., 419, 420 
Platinised asbestos, I., 242 
Platinoid, II., 349, 352 

Platinum, catalytic, I., 240, 241, 245, 448, 
449 . 

— colouring pottery with, II., 165 

— oxidation of ammonia by, I., 449 

— price of, I., 233 

— resistance pyrometers, 1., 67 

— sulphate, use a.s catalyst, I., 243 
Plumber’s cement, II., 137 
Plunger pumps, I., 233 

Pointed enamel, II., 278 
Poisons, catalytic, I,, 240, 241 

— in water, I., 192 
Polarisation voltages, I., 368 
Polishes, II., 414, 420-421 
Polishing, II., 413, 414 

— materials, II., 128, 403, 413-421 

— mechanical methods of, II., 421 

— powders, II., 419 

— steel, II., 413 

Polonium, II., 386, 388, 391, 392 
Polyhalite, I., 329 
Polyoxides, I., 421 
Polysius tube mill, 11., 97 
Polysulphides, ammonium, I., 494, 495 

— disinfecting properties of, II., 13 
Pondermite, 1 ., 356, 357 
Ponsard’s furnace, I., 44 
Porcelain, 11 ., 183-190 

— Beleck, II., 186 

— bodies, II., 184, 186 

— casting, II., 187 

— cement for joining metal to, II., 137 

— Chinese, II., 186 

— clays for, II., 145 

— colouring by neodymium, II., 310 

— — by praseodymium, II., 320 
— ^ by titanium, II., 320, 328 

by tungstic oxide, II., 349 

by uranium, II., 373 

— decoration of, II., 188, 189 

— definition of, H., 153 


Porcelain, electrical, II., 185 

— glassy, II., 185, 187 

— glazing of, II., 187, rSS 

— hard, II., 184, 187 

— Japanese, II., 1S6 

— manufacture of, II., 186-190 

— moulding, II., 187 

— raw materials for, II., 183 

— throwing, II., 1S7 

Porous cells, composition of walls, I., 368, 

369 

— vessels, manufacture of, I., 419 
Porpora glass, colour of, II., 267, 26,8 
Portland cement, 11 ., S7-112 

adulteration of, II., in 

— — analysis, II., 109, 119-125 
clay for, II., 145 

composition of, 11 ., loS-ii 1 

constituents of, II. , 125 

expansion lest for, 11., 124 

— natural, II., 78, 86 

properties of, II., 112 

setting of, 11., no, in, 124 

specifications of, 11., 108 

Possoz-Boissiere process for cyanides, I., 

490 

Pot, glass- maker's, II., 232 
Pot-metal colouring of glass, 11 ., 267 
Potash, consumption of, in agriculture, II., 

40 

— estimation of, II,, 46 

— in enamels, 11., 2 78 

— in glaze, II., 162 

— in W(X)d, 1., 338 

— manures, II, 40 

— mica, 11., 285 

— water, 1., 198 
Potassium, estimation of, 11 ., 46 

— alum, II., 55, 56; injurious amounts 

in water, L, 192 

— auro-cyanide, I., 4S3 

— bicarbonate, I., 339 

— bichiomate, 1 ., 339; II., 269 

— bromate, I,, 406 

— bromide, I., 406 

— carbonate, conversion into ammonium 

carbonate, II,, 61 

in glass making, II., 247, 253 

manufacture, I., 337, 338, 339 

— chlorate, 1., 385, 386, 387, 388 
conversion intoammoniumchloralc, 

II., 61 

current for production of, 1., 38^ 

electrolytic, I., 386, 387, 388 

formation of, I., 388 

solubility of, I., 386 

— — statistics of, L, 360 
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1 ., 


Potassium, use in glass making, II., 248 

use as manure, II., 41 

_ chloride, 1., 335 . 33 ^ 

electrolysis of, I., 386, 387 

from carnallite, I., 332 

insolubility in caustic alkalis, 

378 

manufacture of, I., 336 . 

manurial value of, II., 41 

statistics, I., 332, 333 

— chromate, I., 339 

— chrome alum, II., 56 

— cyanate, I., 484, 485 

— cyanide, I., 483 

Beilby’s process for, I., 485 

disinfecting properties of, II., n 

from atmospheric nitrogen, 1., 490 

from potassium ferrocyanide, 1., 

484-4S5 

from sulphocyanide, I., 48?! 498 

price of, I., 484 

Siepermanris process for, 1 ., 485 

_ — statistics, I., 483, 484 

— ferricyanide, 1 ., 493 

— ferrocyanide, 1 ., 4831 484. 485 > 49 >' 

493 > 494 

-- fluorides, 1., 416 
- fluotantalate, IP, 339 

— fluoxy-niobiUe, 11 ., 339 i 34 ' 

— hydroxide, concentration of, 1., 378 , 

disinfecting properties ol, 11 ., >3 

— - iodide, 1 ., 41', 4'2 

— metiisulphite, 1., 256 
nitrate, 1 ., 43 p ;434 

decomposition of, m son, 1., 4^9 

formation in soil, 1 ., 4 - 9 , 434 

in glass, 11., 248, 253 

manufacture of, 1 ., 433 , 434 

manure, 11 ., 4 > 

properties of, I., 434 

solubility of, 1 ., 434 

uses of, l.i 434 

— percarbonate, 1 ., 42(1 

— perchlorate, 1., 389; H-, <>>, 248 

— permanganate, II., 7 

germicidal value of, 11 ., 3 

— persulphate, I., 425 

— - phosphate, 11 ., 4' 

— salts, I., 335-340. 

in wool washing, 1., 184, i<>5 

manufacture, I., 264 

manures, 11., 40 - 4 > 

removal from water, II., 60 

— silicate, use as manure, II., 4 * 

— silico-fluoride, I., 4 * 5 , 4 *^ 

— superphosphate, II., 42 


1., 121, 130, 


Potassium sulphate, I, 337 

statistics, I., 332, 333 

use as manure, II., 4 * 

— sulphide, fungicide, IP, iS 
statistics, I., 289 

— sulphocyanide, P, 487, 488, 495 

— titanium oxalate, IP, 327 

— tri iodide, I., 41 1 
Potter’s wheel, IP, 169 
Pottery, IP, 15 1 -' 55 

— classification of, IP, 152 

— colouring by vanadium, IP, 38* 

— furnaces, I., 42 ; IP, *77 

— improvements in, IP, *55 

— properties of, IP, 1 S 4 

— varieties of, IP, 154 
Pouilly cement, IP, 8(5 

I Powder, light, IP, 404 
Power-Gas Corporation, 

1 34 

! Power, water, P, 368 
j Praseodymium, colouring porcelain by, 

I IP, 320 

— in glass, IP, 320 

— oxalate, IP, 3 °’ 

— sulphate, IP, 301 
Preclit’s process, P, 338 

: Precious Stones, IP, 63-85 
’ Precipitate process for effluent-s, P, 

! Precipitated pho-sph.-ite, IP, 28 
Press, hydraulic, for filaments, IP, 
i — for earthenware, IP, 171 
i Pressed glass, IP, 242, 26*. 

Pressure, effect on chemical action, P, 

; 384 

' filters, P, 486 

Primary air supply, P, 3 * 

Printing table, IP, 180 
Producer, central blast, P, 

— circumferential grate, P, 

— diagonal grate, P, 129 
— Kerpeley, P, i 3 °> *32 
— Mond, P, i 29 i *30 
— Talbot’s, P, 13O) * 3 * 

— Taylor, I., * 3 ° 

— types of, P, 129 

— gas, P, 1 19 

advantages ot, P, 1.1* 

anmioiiia from, P, 454 i 482 

calorific power of, 1 , 128 

composition of, P, 123, 1271 '28 

odorising of, P, *33 

uses of, P, 1 29.1 255 

Projectiles, tungsten in, IP, 349 

Post' s d-i™ 

IP. 5 


, 185 

, 359 


. 130 

, 129 



468 


SUBJECT INDEX 


Frotargol, II., 16 
Protectyl, II., 15 
Proteid ammonia, I., 160 
Proteolytic bacteria, I., 427 
Prussian blue, I., 493-494 ; 11 ., 53 
— : — soluble, I., 494 
Prussiate manufacture, I., 491-493 

— recovery, I., 492-493 
Ptyalin, II., 7 
Pucherite, II., 375 
Puddling clay, 11 ., 147 

Pug mills, II,, 99, 160, 2 q 6, 208 
Pumice, II., 414, 420 
Pumps, acid, I,, 231-233, 27S 

for compressing chlorine, I,, 381, 

3 * 2 , 3*3 

vacuum, II., 353 

Purple of Cassius, II., 61, top 
Purification of sulphuric acid, I., 235 
Putrescibility of water, determination of, 
I., 194 

Puzzuolaiia cement, II., 83, 85 
Pyriat, II., u 
Pyridine, I., 456- 
Pyrites, analysis of, I., 2 to, 21 1 

— burner gas, I., 214, 22 1 

— burnt, I., 214 

— copper, I., 206, 217 

— furnaces, I,, 213 

— in fire-clays, II., 230 

— iron, I., 214 

— kilns, I., 21 1 (I Sfr/. 

— spent oxide from, I., 213 
Pyrogallic acid, germicidal value, 11 ., 

3 , 4 

Pyrogallol — sec Pyrogaltic acid 
Pyrolusite, I., 360 
Pyrometers, 1 ., 65-73; II., 177 

— absorption, I., 67 

— cements for, II,, 136 

— Cornu-Chatelier, I., 69 

— Fcry radiation, I., 69, 70, 71, 73 

— Fery spiral, I., 7 1 

— Krupp% 1 ., 75 

— optical, I., 67, 68, 69, 70, 71, 73 

— photometric, I., 69 

— platinum resistance, I., 67 

— Siemen’s water, L, 75 

— thermo-electric, I., 67, 68 

— Wanner, I,, 69 
Pyrometric heating effect, I., 1 1 
Pyrometry, I., 65 et seq. 

Pyrope, II., 63 

Pyrophoric alloys, II., 316-318, 327 
Pyroscopes, I., 72, 73, 74, 75 
Pyroscopy, I., 65 et seq. 

Pyrosulphuric acid, I., 247 


Pyrotechny, I., 354 
Pyrozone, II., 7 
Pyrrhottite, I., 206 


Q 

Quartz, II., 63, 184 
Quartz glass, II., 270-274 
Quartzite, Kindling, II., 232 

— packing, I., 231 
Quicklime, II., 78 

— disinfecting properties, II., 13 

— use as manure, II., 42 
Quicksilver process of electrolysis, 1 ., 

. 374-375 

Quinol, disinfecting properties, II., 4 


R 

R.U.V. steriliser, I., 171, 172 
Rabe process, 1 ., 245 
Radiations, radio-active, 11 ., 3S5 
Radio-actinium, II., 387 
Radio-active elements, II., 383-398 

average life of, 11., 3S6 

disintegration cmistant of, II., 

386 

disintegration scries of, II. , 386, 

3*7 , . 

equilibrium of, II., 387, 388 

half-value period of, 11., 386, 

3*7 

literature, II., 383 

medicinal uses of, 11., 396-397 

prices, 11., 397-39* 

radiation of, II., 384 

— similarity to other elements, II., 

3*7 

technically important, II., 388 

testing, 11., 395, 396 

waters, 1., 158, 198 

Radio-ekmnts — see Radio-active elmentc 
Radio-lead, II., 39t, 392 
Radio-thorium, II., 387, 388, 394, 395 , 
39 * 

Radium, II., 384, 386, 388, 389, 390, 
39 '. 397 , 39 * 

— cost of manufacture, II., 397-398 

— luminous preparations of, II., 397 

-C, II., 3*5 

— D, II., 388 

— bromide, II., 391, 398 

— carbonate, 390, 391 

— chloride, II., 390, 391, 397, 398 

— Institute, II,, 389 
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Radium sulphate, II., 390, 391 
Rags, use as manure, II,, 39 
Rails, testing joints of, II., 72-75 

— welding by, II., 72 

Rain water, I., 157, 158, r59 
Ram pumps, II., 89 

Ramie fibre, use in incandescent mantles, 
II., 304-305 

Rancidity, removal from oil, 422 
Ransome’s artificial .stone, 11 ., 134 
Rape cakes, II., 38 
Rape seed meal, II., 38 
Rare earth oxalates, II., 301 

sulphates, II., 30 r 

Raschen cyanide proces.s, I., 487, 488, 
495 

Rathenau furnace, II., 40S 
Raw cement flour, II., 98 

meal, II., 98 

Rays, n, II., 385 

— j), II., 385 ; see B^/a rajs 

— y, n., 385 

— X— see X-raj/s 
Reaction towers, I., 230 
Readman-Parker phosphorus process, II., 

424 

Receivers, hydrochloric acid, I., 276, 
277 

Recovered sulphur, I., 204 
Recuperators, I., 30, 34, 43, 44 
Red brick.s, II., 202 
•— burning clays, II., 147, 160 

— fire, h. 354 

— glass, H., 269 

— lead, as flux, If., 163 

in enamels, II., 279 

in glass, II., 249, 250 

— (jverglaze, II., 189 

— phosphorus, II., 426, 427 

— plague, I., 168 
Reducing agents, II., 327, 391 
Refractory bricks, II., 200 

— clays, II., r47 

— materials, 1 ., 58; II., 163, 229-234, 

333, 403, 405, 406 

Refrigerating absorption machines, I., St 

— compression, I., 77 

— machines, I., 77 

— mixture, carbonic acid snow, I., 144 
Regenerators, I., 30, 34, 43, 54; 11 ., 

. *55 

Reichardite, I., 32J 
Reinforced concrete, II., riS 

— glass, II., 261 

Reisert iron removing filter, I., 180, i8r 

— rapid filter, I., 162 

— water-softening patent, I., 178 


Resorcin, disinfecting properties of, II., 
34 

Relarders of setting of plaster, II., 16 - 
Retort furnaces, I., 41, 43 
Retorts, gas, II., 231 

— graphite, II, 405 

— lutes, II., 135 
Reverberating furnaces, I., 39, 40 
Revolving black ash furnace, I., 292 
Rhenania furnace, I., 215, 216, 2r8 
Rhodin cell, I., 375 

Rjukan falls, 1 ., 44 1 
Rice-hulling, II., 403 
Riddled guano, II., 42 
Rideal-Walker carbolic acid coefficient 

II., t -3 

Ring roll mills, 11 ., 25 
River water, 1 ., r58 
Robbia ware, II., t57 
Robinson washer, I., t3 
Rock crushers, II., 24 

— crystal, II., 63 

— salt, 1., 262, 263, 330 
Roland Wild calorimeter, I,, 9 
Roller mills, II., 26, 93, 95, 96 
Rolls, toothed hedgehog, II., 92 
Roman alum, II., 55 

Roman cement, II., 85-86 
Rongalite cone., I., 260 
Roscoclite, II., 375, 376 
Rosendale Portland cement, II., 86, 87 
Rosenhain calorimeter, 1 ., 9 
Rotary crusher, II., 86, 92 
Rotary kiln, 11 ., 80, 99-103 

fuel requirements, II., to3 

pla.ster, IT., it4-i 15 

— weigher, II., 108 
Rotation of crops, I., 42S 
Rottenstone, II., 420 
Room, disinfection of, II., 12 
Rouge, II., 264, 414, 429-420 
Rouge flambe, II., 264, 290 
Roulette mill, II., 96, 97 

Rowart’s sheet glass machine, II., 259 
Royle’s gravity filter, I., 164 

— pressure filter, I., 165, t 66 
Rubbers (bricks), II., 247 
Ruby, artificial, II., 52, 64 

— Balas, II., 63 

— natural, II., 63, 64 

— reconstituted, II., 64 

— thermite slag, II., 75 
Rudersdorf kiln, II., So 
Ruggles-Coles drier, 11 ., 83 
Ruinford kiln, II., 80 
Rupert's drops, II., 243, 246 
Russian asbestos, II., 282 
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Rust, prevention of, I., 172, 173 

— joint cement, II., 119, 136 

— removers, II., 420 
Ruthenium, catalytic, I., 471 
Rutile, II., 320, 323, 324, 328 


s 

Saccharin, antiseptic properties, II., 6 

Sachsenberg sulphur burner, I., 219, 254 

Sack fillers, II., 108 

Sackur’s glass, IT., 265 

Safflowers, rouge from, 11 ., 420 

Sage plaster cement, II., .86 

S.agger clays, II., 147 

Saggers, II., 176, 177 

Saint Gobin glass, II., 242 

— Joachimsthal mines, II., 3S9 

Sal ammoniac,' I., 466; Ammonium 
(hloridt 

Salicylic acid, disinfecting properties of, 

n .,5 

Salol, II., 5 
Salnphen, II., 5 
Salt, I., 261-273 

antiseptic properties of, II., 14 

— hay, I., 268 

— by freezing, I., 263 

— common, I., 268 

— composition of, I., 26S 

— crystallisation of, I., 268 

— drying of, I., 266, 267, 268 

— electrolysis of, I., 369, 370, 388, 396- 

402 

— fine-grained, 1., 267 

— fishing, I., 268 

— from rock salt by fusion, I., 271 

— from sea water, I., 264 

fuel consumption in production of, 1., 
270, 271 

— glaze, 11., 162, 195 

— grain of, I., 268, 270 

— hopper, I., 268 

— insoluble in cau.stic alkali liquors, I , 

37S, 379 

— licks, l.| 268 

— limits in water for fish life, I., 192 

— lump, 1., 267 

— melting point, 1., 285 

— occurrence of, I., 261 

— pans, I., 265, 266 

— prices, L, 272, 273 

— properties of, I., 271, 272 

— rock, I., 263 

— saturated solutions of, I., 304 

— solar, I., 264 


Salt, solubility in water, I., 301 

— specific gravity of solutions of, I., 272 

— statistics, I., 272 

— table, I., 268 

— tax, I., 273 

— use in glass making, II., 247 

— use as glaze, II., 162, 195 

— use as manure, II., 41 

— vacuum evaporators for, I., 269 
Salt cake proce.ss, I., 275. 281, 289 
properties, I., 285 

Saltpetre, Chile ; sec Chile saUpetre, 
Sodium nitrate 

— plantations, I., 434 

— superphosphate, II., 42 
Salufer, II., u 

Samarskite, II., 291, 337, 33S 
S.ind, II., T63, 414 

— definition of, II., 144 

— for lime-sand bricks, 11., 223 

— in clay, II., 144 

— in glass, 11., 253 

— removal from iron castings and graphite, 

I-. 417 

: — use as abrasive, II., 419, 421 
Sand blast, II., 262 
-- cement, 11., 113 
i — filtration, 1., to 
Sand-lime bricks, II., 201 
Sand moulding, II., 206 

- |)aper, II., 417, 41.8, 419 

- scale, 1., 268 
seal, II., 274 

I Sand's silica glass process, II., 273 
I Sandarac, 11., 252, 421 
1 Sandstone, millstones of, 11 ., 414 -M 3 
: — use as abrasive, II., 419 
Sang de Breuf, II., 164 
■Sanitaryware, II., 157, 193, 194 

enamelled, 11., 276-277 

Sanilas, I., 423 : 1 1 ., 5, 6 
Santorin earth, II., 82, 83 
Sapphires, artificial, II., 52, 63, 64, 65 
Satinite, I., 345 

Saturators for ammonium sulphate, I., 
45 ^*. 459 

I Savelsberg furnace, I., 216 
i Scab destroyers, II., 19 
: Scagliola, 11 ., 130 
I Scale, I., 268, 347 
i - ammonia soda, 1., 307 
, — ammonia stills, I., 316 

— boiler, I., 172, 173, 174 

— prevention of, I., 175-176 

— salt pan, I., 268 

Schaefler-Budenberg’s pyrometer, I., 65 

I Scheelite, II., 343, 344 
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Schenk’s scarlet phosphorus, II., 427 
Scherfenberg furnace, I., 2r3 
Schlempe, ammonia from, I., 454 

— cyanide from, I., 488 489 
Schlempekohle, I., 338, 4S8 
Schlosing’s process, I., 303 
Schlutius’ process, I,, 47 1 
Schniatolla’s kiln, II., 80 
Schneider kiln, II., 105 
Schdnherr furnace, I., 445 
Schbnite, I,, 329, 330, 337 
Schofer kiln, II., 79 
Scholefield brick machine, II., 210 
Schoop’s electrolytic bleaching cell, I., 

4or, 402 

Schreib’s carboniser, I., 307 
Schroeder grillo process, I., 245 

— red phosphorus, 11., 426 
.Schuchtermann-Kremer jig, I., 15 
Schuckert electrolytic bleaching cell, I., 

396, 400, 401 

Schut/e automatic elevator, 1 ., 23r, 232 
Schwartz process, II., 224 
Schwerin electrical [lurification of clay, 
11 ., 143 

Scoop-wheel, 11 ., 89 
Scott’s cement, II., 83 

— electrical furnace, 1., 446 

— selenitic cement, 11., 83 
Scouring, solvent, I., 185 
Scrap mica, II., 289 
Screen separators, II., 28 
Screw press, II., 35, 172, 173 
Sea salt, I., 262 

manufacture of, I., 264, 265 

Sea water, action on cement, II.. iii- 

I t2 

compflsition of, I., 262, 264 

— — use in boiler, I., 174 

— — use as manure, II., 43 
Sea weed, iodine in, 1 ., 407, 408 
Secondary air furnace, 1 ., 32, 43 
.Sedimentation, I., 158, 306 

— .sewage, I., 186 
Seediness of glass, II., 260 
Seger’s cones, 1 ., 72, 73. 74 

— ruby glass, II., 267 
S(i mixte, I., 264 
Selektor, I., 25, 16 
Selenite, I., 346 

Selenium, colouring glass with, II., 269 

— in glass, II., 250 
Self-hardening steel, II., 349 
Semi-continuous kilns, 11 ., 216, 217 
Semi-dry process for bricks, II., 210 212 
Semi-water gas, I., 119, 126, 127 


Sentinel pyroscopes, 1 ., 72 
Separators, II., 28 
Septic tanks, I., 186 
Serpek process, I., 473-474 
Serpentine asbestos, II., 282 
Setting of cement, II., 85, 105, 106, rro, 
ttr, t22, 124 

— of plaster of Paris, I., 348; II., 116 

— of Portland cement, II., 85, 105, 106, 

no, T22, 124 
Setting ovens, II., 175 
Severn glass bottle maebine, II., 257 
Sevres ware, II., 289 
Sewage, ammonia from, T., 455 

— analysis of, 1., 190, 191, 192, 193, 

294 

— constituents of, I,, 183 

— disinfection of, II., 8-9 

— disposal of, I., 183, t86 ct siq. 

— filters for, I., 188, 289, 190 

— grease recovery from, I., 291 

— injurious substances in, I., 192 

— Local Government Board requirements, 

I., 190 

— purification of, I., 188, 289, 190 

— sludge as manure, 11, 42, 43 
Shaft kilns, I., 41 ; 11 ., 104 

— soot, II., 39 
Shaking cooler, 11 ., 103 
Shales, II., 148 

i — alum, II., 144 
: — ammonia from, I., 454 
i — oil, 1 ., 25 ; II., 148 
j Shank’s lixiviating process, I., 293 
■ Sheep-dips, II., 18-20 
: Sheet glass, 11 ., 253, 25S, 259, 260 

! crown, II., 260 

; fluted, II., 260 

! — mica, II., 287 
! Shellac, use in polishes, II., 421 
j Shells, II., 78 

— use as manure, II., 41 
Shenstone fused silica process, II., 272 
Shippenbach furnace, 1 ., 216 

Ships, disinfection of, II., 22 
Shoddy, manurial use of, II., 39 
Shoe polishes, II., 421 
Shrinkage of clays, II., 142 

earthenware, II., 274 

Sicily sulphur deposits, I., 201 
Sideraphit, II., 349 
Sidero cement, II., 112 
Siemens’ furnace, I., 43, 232 

— pyrometer, I., 75 

Siemens-de Vrise water ozonising tower, 

i I- 153 
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Siemens - Halske electrolytic bleaching 
plant, I., 399 

ozone plant, I,, 147, 151, 152 

Sienna, II., 164 
Siepermann’s process, I., 485 
Sieveless ball mill, II., 106 
Sievert’s glass machine, II., 259-260 
Silica, II., 63 

— bricks, II., 232 

— chemical constitution of, II., 238 

— cyclic structure of, II., 238 

— detection by dyes, II., 1 1 1 

— estimation of, II., 119 

— for glass, II., 247 

— fused, II., 270-274 

— in water, I., 173 

— Martin’s theory of, II., 238 

— properties of, II., 273, 274 

— thermometers, II., 274 

— tridymile from, II., 233 

— use as manure, II., 41 

— vessels, I., 236 
Silica glass, II., 270-274 

properties of, II., 273-274 

vacuum-tight seals for, II., 274 

Silica-free glasses, II., 251 
Silicates, II., 63 

— Asch’s. theory of, II., 236-241 

— chemical composition of, II., 236-241 

— lutes and cements for acids, II., 135 

— manorial value of, II., 41 

— sodium, I., 133-134 
Silicic acids, glass, II., 247 
Silicofiuoride, sodium, I., 418 

— waterproofing plasters by, II., 1 19 
Silico-phosphoric acid, II., 425 
Silico-titanium, II., 327 

Silicon, II., 406, 407 

— acid resisting, I., 249 

— bonds, II., 237-238 

— hydrogen from, I., 116 

— literature, II., 399 

— properties of, II., 406, 407 
Silicon carbide — see Carborundum 

— iron, I., 236, 249, 277, 278 

— monoxide, II., 403, 404 

— nitride, I., 474 

— tetrafluoride, I., 416, 417, 418 

Silk, artificial, use in incandescent mantles, 

II-. 304. 305 ' 312. 3‘ 3 

— weighting of, II., 320, 334, 349 
Sillimanite, II., 140 

Silos, cement, II., 98, 99, 106, 107 

— mixing, II., 99 
Siloxicon, II., 399, 401, 403 
Siloxide, I., 2^6 


Silundum, II., 403 

Silver, colouring glass with, 4 I., 269 

pottery with, II., 165, 189 

— citrate, disinfecting properties of, II., 

16 . 

— fluoride, disinfecting properties of, II., 

16 

— lactate, disinfecting properties of, II., 

16 

— mirrors, II., 263 

— nitrate, disinfecting properties of, II., 

16 

— overglaze, II., 189 

— phosphide, II., 426 

— salts, disinfecting properties of, II., 

16 

— stain glass, II , 269 

Silvester’s waterproofing process, II., 118 

Simon’s sack fillers, II., loS 

Sizing paper, II., 57 

Skin meal, II., 39 

Skins, deliming of, I., 419 

Slag, blast furnace, II., 131, 252 

— blocks, II , 130 

— cement, II., 83-85 

— drying, II., 83-84 

— granulating, II., 83 

— sand, II., 83 

— use in glass making, II., 252 
Slaked lime, I., 341 ; II., 78 
Slates, JI., 148 

Slip, I., 348; II., 88, 159, 166, 167 
Slop moulding, II., 206 
Sludge, disposal of, I., 191 

— use as manure, I., 191, 192 
Slurry, II., 88, 166 

Small coal, I., 7 
Smidth cooler, II., 102 
Smith’s hearth, I., 62, 63 
Smoke, I., 47, 48 

— causes of, I., 47, 48 

— prevention of, I., 33, 34, 36, 4 *' ‘33 

— waste fuel in, I., 30, 31, 47, 48 
Smokeless coals, I., 6 

Snelus cement, II., 85 
Soaking, II., 178 
Soaps, aluminium, II., 57 

— disinfecting properties of, II., 13 

— dry, I., 426 

— use as lutes and lubricants, II., 137 

— use as polish, II., 421 
Soft water, I., 160, 172, 182 
Soda— -see Sodium carbonale 

Soda, caustic— see Sodium hydroxide 

— in enamels, II., 278 

— in glass making, II., 248 
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Soda ash, I., 295 

— — yield Ay ammonia soda process, I., 

324 

— crystals, I., 327 

— lakes, L, 287, 299 

— lime glass, expansion of, II., 245 

— water, I,, 197, 198 
Sodamide, I., 486, 487 
Sodium, action on water, I., no 

— cyanides from, I., 484 

— metallic, I., 485 

— quantity liberated by electrical current. 

Sodium alum, II., 56 

— aluminate, I., 474; II., 50, 51, 52, 

56 

— amalgam, I., 374, 375 

— arsenite, disinfecting properties of, II., 

20 

— azide, I., 496 

Sodium bicarbonate, I., 141, 327, 328 
calcination of, I., 318 

— — composition of crude, I., 311 

heat of calcination, 1,319 

heat of decomposition, I., 319 

precipitation of, I., 307, 308 

— .— solubility of, I., 301 

temperature of decomposition, I., 

, 3‘9 

Sodium bisulphate, I., 285 

disinfecting properties of, W., 12 

germicidal value of, II., 3 

— bisulphite, I., 407 

— borofiuoride, II., 1 1 

— bromate, I., 406 
Sodium carbonate, I., 287-328 

in glass making, II., 247, 253 

hydrates of, I,, 327 

limiting amounts in water for fish, 

I., 192 

manufacture by ammonia soda 

process, I., 299, 328 

manufacture by electrolysis, I., 

370 

— — manufacture by Leblanc process, I., 

291-298 

natural, I., 287, 299, 300 

removal from water, II., 60 

statistics, I., 289 

use as anti-incrustator, I., 176 

Sodium chloride, I., 261-273; see also 

Salt 

electrolysis of, I., 388 

solution in ammonia, I., 302 

voltage necessary for decomposition 

of, I., 368 


Sodium chlorate, I., 385, 386, 388 

— cyanamide, conversion into sodium 

cyanide, I., 49t 

Sodium cyanide, I., 483, 485; Castner 
process for, I., 486 

disinfecting properties of, II., ii; 

from cyanamide, I., 490, 491 ; from 
schlempe, I., 489 

— — statistics, 1., 483 
Sodium diuranate, II., 372 

— ferrite, I., 296 ; II., 50 

— formaldehyde bisulphite, 1., 260 
sulphoxylate, I., 260 

Sodium ferrocyanide, I., 485, 491, 493 

manufacture of, I., 491-493 

properties of, I., 49 1 

— hydrogen .sulphate, I., 285 

— hydrosulphite — see SoEiim hypo- 

sulphite, 1., 260 

— hydroxide — see also under Caustic soda 
amount liberated by electrical 

current, L, 367, 368 

concentration of, I., 378, 379 

disinfecting properties of, II,, 13 

electrolytic, statistics of, I., 360, 

379 

— hydroxy mercury beivoate, II., 15 

— hypochlorite, 1., 397, 402 

disinfecting properties of, I., 402; 

II., 8-9 

.solid, I,, 402 

— hyposulphite, I., 259, 298 

— iodp, I., 407, 431, 434 

— iodide, I., 41 1 

— nitrate, I., 420, 431-433 

ammonium nitrate from, I., 326 

mining of, 431, 432 

nitric acid from, L, 437 

; occurrence of, I., 431 

■ properties of, I., 432 

! statistics of, I., 432 ; II., 47 

I uses of, I., 433 ; II., 36-37 

i — nitrite, I., 436, 447, 448 

i nitrate, I. , 448 

1 — paratungstate, II., 349 

— perborate, I., 425, 426 

— percarbonate, I., 426 

— perchlorate, I., 388, 389, 431, 434 

— permanganate, II., 7 

— permutite, II., 60 

— peroxide, I, 421, 423 

disinfecting properties of, II., 7 

water purification by, I., 167 

— potassium cyanide, I., 485 

— pyrosulphate, I., 438 

— pyrovanadate, II., 378 
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Sodium salts, removal from water, IT., 
6o 

— sesqui-carbonate, I., 328 

— silicate, II„ 133-134 

cements, II., 135-137, 415 

manure, II., 41 

waterproofing by, II., itp 

— silicofluoride, I., 418 

waterproofing by, II., 1 19 

-- sulphate, I., 281-285, 330, 43S 

ammonia soda process, 1., 326 

for gla.ss, II., 247 

in soil, I., 287 

iron free, I., 283 

properties of, I., 2 S3 

— sulphide, I., 286, 296 

■ statistics, I., 289 

— sulphite, I., 256 

— sulphocyanide, I., 4S7, 495 

— thiosulphate, I., 259, 29S 

— titanium sulphate, II., 328 

— tungstate, II., 349 
Soffioni, I., 355 

Soft mud machines, II., 206 
Soils, IT., 148 

— nitrates in, I., 427, 428, 429, 434 
Solar salt, I., 264 

Solid ammonia, I., 467 

— carbon dio.side, I., 143 

— fuels prepared, I., 16, 21 

— sodium aluminatc, II., 5O 

— solutions, II., 140, 241, 267 
.Solo mill, II., 98 

Soluble anhydrite, I., 347 

— glass, II., 133-134; see also .W;Vr/// i 

silicale 

— Prussian blue, I., 494 

— superphosphate, II., 31 
.Solvay-Kellner cell, I., 375 
Solvay towers, I., 307 
Solvent scouring, I., 1S5 
Soot, I., 48 

— analysis of, II., 39 

— use as manure, II., 39 

Sorel cement, I., 366; II., 127, 128, 130, 

415 

Spademan kiln, II., 103 

Spanish ware, II., 157 

Specific gravity, determination of, II., t20 

of slips, II., 167 

of sulphuric acid, I ., 249 

Spent oxide, I., 210, 213, 214 

arsenic in, I., 213 

from gas works, I., 493 

Spiders, II., 355, 364 
Sphene, II., 63, 323, 324 


Spinel, II., 63, 64 
Spissograph, II., 124 
Spogumene, II., 63 

Spontaneous combustion of coal, I., 19 
Sprays, ivater, in acid chambers, I., 233 
.Sprengel pump, IT., 353 
Spring waters, I., 158, 159 
Spun glass, II., 244 
Stable soluble blue, I., 494 
Staff, I., 349 ; IT., tiS 
Staffordshire kiln, II., 222 
Stage kiln, II., 104 
Stained glass, 11 ., 267 
Stains (earthenware), II, 157-159 
Stamp mills, II., 26 
Stamping mills, II., .(14 
Stannic oxide, use in glasses, 11 ., 165 
Stassfurt deposits, 1 ., 329-333, 335, 403; 

11., 40 

Statuary porcelain, II., 154 
Stead’s process for carbon dioxide, I., 
142 

Steam, action on carbon, I., 124 

— .superheated, for ammonia distillation, 

1., 317 

Steam boiler furnaces, I., 31-39 
gauges, glass for, II., 265 

— coal, 1., 6 

— generation by surface conihustion, I., 

59 

— jets, replacing by water sprays, I., 223, 

233 

— joints, amounts for, II., 136 

— navvy, 11., 202 

— pipes, lagging for, II., 133, t34, 136 
Stearic acid, I., i iS 

Steatite, 11 ., 184 
Steel, chromium, II., 69 

— crushed, use as abrasive, II., 419 

— enamelled, 11., 276-277 

— high speed tool, li., 381 

— making, use of CO., in, 1 ., 144 

— manganese, 11., 70 

— melting by thermite, II., 72 

— molybdenum, II., 70 

— refining, II., 326 

— self-hardening, II., 349 

— tool, II., 70 

: — uranium, II., 372, 373 
i — use of titanium for refining, II., 326 
Stein ribbed kiln, II., 105 
Stellite, IT., 349 
Sterilisation of water, I., 182 

j by ultra-violet rays, II., 372 

Sterili.sed water, use of, I., 172 
Sticking up earthenware, If., 172 
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Stifif-plastic process for bricks, II., 208-210 
Stilbite, II., 59 

Stills, ammonia — see Ammonia sHlh 
Stock bricks, II., 199 
Stone-breakers, II., 92, 414 
Stones, artifici.al, I., 419; II., 129-130 

— Cornish— see Cornish stones 

— in glass, II., 260 

-- precious— see Precious stones 

— Ransome’s artificial, II., 134 

— reconstructed, 11., 130 
Stoneware, II., 154, 1 93-1 98 

— chemical, II., 195 

— culinary, II., 195 

— fine, II., 194 
Stove polishes, 11 ., 421 
Strass, II., 65, 265, 266 
Strim in glass, II., 260 
Stringiness of glass. It., 260 
Strontium, metallic, 1 ., 353 

- uses of, I., 3S4 
Strontium chloride, T., 102, 

— dioxide, I., 353 

— hydroxide, I., 353, 354 

— oxide, I., 353 

— nitrate, I., 354 

— salts, 1 ., 353-354 
Striiverite, II., 323, 324 
Stuart's granolithic stone, II., 129 
Stucco, II., 18 

Sturtevant Newaygo separator, II., 27 
Sublamen, II., 15 
Sucrates, 1 ., 48S 
Suction gas-producer, 1 ., 135 
Suerth system, I., 142 
Sugar industry, use of permuiitc in, II., 
60 

— of strontium salts in, I.. 354 

— manufacture, I., 144 

— refining, water for, 1 ., 1.S3 
Sulis water, I., 19,8 

Sulphate, calcium, I., 174, tyj : see 
Calcium sulphate 

— estimation of, II., 120 

— in water, 1., 160, 173, 178 
Sulphate of alumina— see Abunininm 

sulphate 

— of ammonia — see Ammoiiiuin sulphate 

— of potash — see Potassium sulphate 
Sulphides, estimation of, II., 120 
Sulphites, analysis of, I., 256 

— disinfecting properties of, II., 13 

— manufacture of, I., 253-256 
Sulpho-cyanides, recovery from coal-gas, 

I., 494-495 

— synthetic, I., 495 


Sulphur, I., 201-206 

— Chance-Claus process for, I., 298 

— disinfecting properties of, II., 13 

— estimation of, 11., 120 

— extraction of, I., 201-203 

— fungicidal value of, II., 1 7- 1 8 

— in cement, II , 109 

— occurrence, I., 201 

— properties of, I., 205 

— recovered, I., 204, 29S 

— refining of, I., 202 

— removal from coke, I., 19 

— statistics, 1., 203 

— uses of, I,, 205 

— varieties of, I., 205 

Sulphur burners, I., 217-220, 254-256 
Sulphur dioxide, analysis of, I., 256 

anhydrous, 1,, 253, 254 

detection in HCl, I., 278 

disinfecting properties of, II., 12-13 

estimation of, 1., 22T 

kilns for, I., 211-220 

latent heat of evaporation, I., 80 

manufacture of, I., 253-256 

oxidation of, I., 223, 225, 239, 240, 

241 

poisoning of plants by, I., 256 

. properties of, 1., 256 

purification of, for contact process, 

I-, 243, 244 

tension of, 1., 256 

uses, I., 78, 79, 253, 256 

vapour tension of, I., 79 

— dyes, I., 268 

— fungicides, 11., 17 

— trioxide, absorption of, I., 243, 244, 245 

condensation of, I., 245, 246 

estimation of, I., 22 1 

formation of, I., 239, 240, 241, 246 

— - - heat of formation, I., 240, 24r 

Mannheim process for, I., 244 
properties of, 1., 246, 247 

— — Schroeder-Grillo process for, I., 245 
temperature of formation, I., 240, 

241, 242, 243 

theory of formation, I., 241, 242 

Sulphuretted hydrogen, I., 260 

furnace for burning to sulphur, I., 

2t9, 220 

— poisonous amounts of, I., rpa 

sulphuric acid from, 1., 210 

treatment of, I., 461 

Sulphuric acid, I., 207 et set]. 

action on metals, I., 249 

analysis of raw materials, I., 210 

arsenic free, 1., 217 
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Sulphuric acid, arsenic in, I., 235 

boiling point of, I., 238, 248 

chamber process for, 1., 206 

concentration of, 1,, 235 

contact process for, I., 206, 210, 

239 

conveyance of, I., 251 

costs of manufacture, I., 246, 247 

decolorisation of, I., 246 

decomposition of, I., 238 

disinfecting properties of, 11., 12 

distillation of, 1., 235 

electrolysis of, I., 114 

estimation of, I., 252 

formation of, I., 223, 225 

from galena, L, 210 

from spent oxide, 1., 210 

from zinc blende, 1., 210 

fuming, I., 251 

heat of formation, I., 225 

hydrates of, I., 247 

impurities in, 1., 250 

injurious amounts in water, 1., 192 

methods of production, I., 208 

nitrogen oxides in, I., 251 

non-fuming, I., 248 

ordinary, I., 247, 24S 

poisoning bj’, I., 24S 

raw materials for, I., 206 

removal from HCl, 278 

— - - removal of nitrogen oxides from, 

235 . 

statistics, 1., 205 

specific gravity, I., 249, 250, 25 1 

storage of, 1 , 251 

sulphur dioxide for, 1., 211 ef set/. 

transport of, L, 238 

uses of, I., 208, 252 

— — varieties of, I., 248 
vessels for, I., 252 

water sprays for, I., 225, 233 

yield of, I., 225 

Sulphurous acid, disinfecting properties 
of, 11,, 12-13 

injurious amounts in water, I., 192 

properties of, I., 256 

bacterial power of, 1., 158, 169 

Super cement, 11 ., 112, 119 
Superheated steam, 1 ,, 49, 317 

— water, action on glass, 11,, 246 
Superheater, I., 41, 42, 49 
Superoxides, I., 421 

— ammoniated, 1., 467 
Superphosphate dens, I., 418; II., 30 

— industry, hydrofluorsilicic acid from, 

I., 417-419 


Superphosphate manufacture, II,, 28-32 

— plant, II., 28-32 

— statistics, II., 47 
Surface clays, 11 ., 148 

— combustion, I., 57, 58, 62, 63, 132 
Sutton-Steele dry concentration table, II., 

^95 

Swimming baths, disinfection of, II., 9 
! Swing-jaw stone-breaker, II., 92 
I Sylvin, I., 329, 330, 336 
: Synthetic ammonia, L, 118, 441, 435, 
469-474 

— sulpho cyanides, I., 495 
Syphilis, I., 423; II., 15 


T 

Table glass, II., 242, 251 

— salts, I., 268 
Tachiol, IT., 16 
Tachhydnte, I., 329 

i Tacoma nitrate beds, I., 433 
Tafelglas, II., 251 
Talbot producer, I., 130, 131 
Tantalic oxide, 11 ., 337 
; Tan, in boilers, I., 175 
: Tangential chambers, Meyer’s, I., 227 
^ Tank waste, 1 ., 294 
I Tannic acid, use as stove polish, II,, 421 
Tantalitc, 11 , 337, 338 
Tantalum, II,, 337-341 

— estimation of, II., 341 

— manufacture, II., 33S-339 

— melting point of, II., 355 

— metallic, II., 338-341 

— properties of metallic, II., 340 

— use as a filament, II., 355 

— uses, II., 340 
Tantalum alloys, II,, 341 

— electrodes, II,, 341 

— instruments, II,, 340 

— lamp, II., 356-357 
efficiency of, II., 366 

— ores, n., 33* 

— pens, 11., 341 

j — tools, II., 340 
Tantiron, I., 236, 249, 277, 278 
Tapiolite, II., 338 
Taps, stoneware, II., 196 
Tar, I., 52, 55 

Tarapaca nitrate beds, I., 431, 433 
Tartaric acid, II., 5 

Taylor’s furnaces for carbon disulphide, 
I., 257, 258 
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Taylor producer, I., 130 
Teeth, artificial, II., 191 
Teissier-Chaillan hydrogen process, 1 ., 
117 

Tellurium colouring glass, II., 269 
Temperature of combustion, lowering of, 

I., 480 

— exchanger, I., 84, 85 

— of ignition, I., 44 

Temperatures, highest attainable by fuels, 

1., 45, 46 ; see Calonjic intensity 
Temporary hardness, 1 ., 172 
Tender clays, II., 148 

Tensile strength, estimation of cement, 

11., 121 

Tentelew's process, f., 245 
'I'erra alb.i, I., 345 
Terra-cotta, II., ]52, 226-227 
Teslalin, 11 ., 57 

Testing raw materials in pottery, II., 165 
Tetmajer’s instrument, II., 123 
'I'extile industry, effluents, 1., 183 

use of tungsten I'n, II., 349 

Thelen evaporator, 1 ., 294 

— pans, I., 318, 319 

Thermal syndicate process, II., 273 
Thermite, I., 1 ; 11 ., 67-75 

— alumina from, II., 52 
-- bombs, II., 71, 72 
~ fire, II., 71 

— heat of reaction, II., 7t 

— slag, 11., 75 

— steel, II., 75 

-- use as heating agents, II., 71, 72 

— welding rails by, II., 72 
Thermo-electric pyrometer, I., 67, 68 
Thermometers, 1 ., 65, 66, 67 

— air, I., 65, 67 

— electrical, 1., 65, 66 

— glass for, H., 265, 270 

— mercurial, I., 65, 66 

— silica, II., 274 

Thermoscopes, Holdcroft's, I., 73, 74 
Thickening liquids, II., 404 
Thiocyanates, I., 494 ; see also Sulpho- 
cyanidts 

Thiogen process, 1 ., 204 
.Thiophosphites, II., 431 
Thiosulphate, sodium, 1 ., 259, 298 
Thomas-Gilchrist furnaces, bricks for, 11 ,, 

233 

process, II., 32, 33 

— phosphate, II., 32, 33 

— slag, II., 32, 33 
Thoria, II., 291 

— catalytic oxidation of, I., 449 


Thoria, effect of cerium on luminosity 

of, 11 -, 303> 304 

— recovery from waste mantle ash, II., 

302 

— volume from nitrate by ignition, II., 

304 

Thorianite, II,, 292, 296, 297, 369, 38S 
Thorite, 11 ., 291, 292, 296, 297, 369 
Thorium, II., 291-361 

— colloidal, II., 315, 363 

— disintegration of, 11., 386 

— melting point of, II., 355 

— radio activity of, 11,, 384 

— radio-active constants of, II., 3S7 
— - sources of, II., 38S 

— use as a filament, II., 355 
Thorium compounds, uses, 11 -, 299, 

III 

— D, II., 385 

— emanation, IT., 395 

— minerals, II., 297, 29S 

— nitrate, 297, 299-303 

— oxalate, 11., 301 

— series, II., 387 
~ silicate, II., 296 

— sulphate, II., 300 
Tlrorna furnaces, I., 213 
Throwing clay, II., tyo 

— porcelain, II., 1 87 

Thuringen glass, IL, 242 '' 

Thwaitc cupola producer, I., 132, 123 

— .simplex producer, 1., 129 
Thymol, use as disinfectant, 11 ., 4 
Tiles, 11 ., 157, igy-tgS. 225-226 

— encaustic, II., 225 

— glazed, II., 226 

— literature, 11., 225 

— paving, 11., 223 

— roofing, 11., 225 

— tests for, II., 19S 
Tin allop, 11 ., 70 

— chloride, colouring pottery with, II. 

>65 

— oxide, II., 189 

colouring glass with, II., 269 

in enamels II., 277 

in glazes, II., 165 

— pinks, II., 165 
Tincal, II., 162 

Tindal-de Vrise ozoniser, I., 148 
Titaniferous iron ore, II., 323, 324 
Titauite, II., 323 
Titanium, 11 ., 323-330, 355 

— alloys, II., 70, 318, 325-327 

— estimation in steel, II., 329 

— literature of, II., 323 
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Titanium, metallic, II., 327 

— nitrogen fixation by, II., 327 

— occurrence of, II., 323-324 

— pyrophoric alloys, II., 327 

— statistics of, II., 325 

-- utilisation of, II., 325-329, 355 
Titanium aluminium alloy, IT, 325, 327 

— carbide, IT, 326 ; electrodes, IT, 32S; 

filaments, IT, 328, 366 

— copper alloys, IT, 327 

— dioxide, IT, 323, 324 

— ferro alloys, IT, 325-327 

— filaments, IT, 366 

— lactates, IT, 328 

— minerals, analysis of, IT, 329 
value of, IT, 324, 325 

— nitride, T, 474; IT, 327 

— ores, IT, 324 

— oxide, IT, tSg, 191 

— pigments, IT, 328 

— salts, uses, IT, 320, 328 

— silicon alloys, IT, 327 

— thermite, IT, 70 
Titanous chloride, IT, 327 

— sulphate, IT, 327 . 

Tobacco dips, IT, 20 

— extracts, IT, 20 
Tobacco-sulphur dips, IT, 19-20 
Tomblee-Paul furnace, T, 219 

sulphur burner, T, 254 

Toning solutions, vanadium, IT, 381 
Tools, tantalum, IT, 340 
Tooth-powders, T, 422,423; IT, 419 
Toothed hedgehog rolls, IT, 92 
Topax, IT, 63 

Tdpler pumps, IT, 353 
Torbeanite, IT, 370, 371 
Totenhaupt’s phosphorus, IT, 427 
Tourmaline, IT, 163 
Tower add, T, 248 

— hydrochloric acid, T, 279 

— systems for sulphuric acid, T, 23.8 
Towers, absorption, T, 277, 304, 305 

— Gaillard, TJ 236 

— packing for, T, 231 

— Solvay, T, 307 

— theory of, T, 229 

Town refuse, use as manure, IT, 42, 43 
Townsend cell, T, 371, 373 
Transvaal gold industry, T, 483, 4S4 
Trass, IT, 82, 83 
Travancore monazite, IT, 292 
Tremolite asbestos, IT, 281, 282, 284 
Trials, T, 74; IT, 177 
Tribromonaphthol, IT, 4 
Triformal, IT, 6 


Triraethylamine, T, 489 
Tripoli powder, IT, 414, 420, 421 
Trona, T, 287 

Tube mills, IT, 24-25, 89, 96, 97, 98, 107 
Tubing, glass, IT, 253 
Tumblers, glass, IT, 257 
Tungstate, sodium, IT, 349 
Tungsten, IT, 343 - 35 ° 

— catalytic, T, 471 

! — colloidal, II., 363 
drawing, IT, 361 
; — ductile, IT, 348 
' — estimation, IT, 350 

— ferro, IT, 347 

. — literature, IT, 343 

— melting point of, IT, 355 

— metallic, cost of production, IT, 347 
manufacture, IT, 345-34(1, 360 

— — properties, IT, 348 

— powder, IT, 347, 360 

— uses, IT, 348, 349 
Tungsten alloys, IT, 349, 352 

— bars, furnace for, IT, 360 
■ — bronzes, IT, 349, 350 

i — electric furnace, IT, 360 

— electro-contacts, IT, 349 

— filaments, T, 117; IT, 355, 358-363 

366 

: — Ipp, IT, 357-366 

— lithium bronze, IT, 349 

i ores, IT, 343, 344, 345 

- oxide, colouring porcelain with, IT, 349 
glass, IT, 349 

- powder, IT, 347, 360 

- sodium bronzes, IT, 349 
- steel, IT, 34S 

- wire, IT, 361 
Tunnel drier, IT, 99, 2 12-2 14 
I — kiln, IT, 177, 181 
I — ovens, IT, 175 
Turner’s cement, IT, 137 
; Turning clay, IT, 170 
I Turquoises, IT, 63 


Ulexite, T, 357 
Ultra-violet light, IT, 372 

destruction of bacteria by, T, 1 58 

opaqueness of glass to, IT, 244 

ozone formation by, T, 146 

I sterilisation by, T, 169-172 : IT, 

I iU 

I use in chamber process, T, 223 
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Ulzer-Somner process of radium extrac- ] 
tion, II., 390 

Underfeed stoker, I., 33, 36 I 

Underglaze colours, II., 188, 189 i 

— painting, II., 180 

Unglazed pottery, II., 152 i 

United Alkali Co., I., 288 

United States asbestos deposits, II., 2S2 , 

carnotite deposits, II., 370 i 

pitchblende deposits, II., 370 

vanadium deposits, II., 376 1 

Uralite, II., 134 1 

Urals, asbestos in, II., 282 
Uraninite, II., 369 j 

Uranium, I., ii8; II., 369-374, 3S8 

— arc lamps, II , 372 

— catalytic, I., 471 

— colouring glass by, II., 373 

— disintegration of, 11., 386 
dissociation of, II., 385 

.- estimation of, II., 373 

— literature, 11., 369 

— metallic, II., 372 

— occurrence of, II., 3O9 

— radio-active constants, II., 386 

— sources of, 11., 388 

— use in ceramic industry, II., 373 

— utilisation of, II., 372, 373 
Uranium, colours, II., 373 

— filaments, II., 366 . 

— glazes, II., 373 

— micas, II., 372 

— minerals, analysis of, II., 373 

— nitrate, II., 373 

— ores, II., 370, 37 ii 384 

— oxide, II., i8g, 372 

colouring pottery with, II., 165 


— steels, II., 372, 373 
Urano-circite, II., 370 
Urea, ammonia from, I., 455 

— ammoniacal fermentation of, I., 428, 

455 ;IIv.37, . -,,9 

— decomposition by nitrous acio, i-, 420 
in soil, I., 424, 480 

— excretion of, I. ,427, 428,429; fermenta- 

tion of, I., 480 j from calcium 
cyanamide, I., 48°; i'-) 37 

— liberation of nitrogen by, I., 428, 429 


I 


Urease, I., 428 
Urine, I., 428 

— ammonia from, I., 455 

— phosphorus in, II., 423 

— statistics, I., 455 
Urotropine, II., 6 
Utah Sea, I., 263 
Uviol glass, II., 265 


V 

Vacuum evaporators, I., 269, 270, 378 

— pumps, II., 353 

— tight seals for silica, II., 274 
Valentiner's vacuum process for nitric 

acid, I., 440 
Vanadic acid, II., 379 

— oxide, II., 375 
Vanadinitc, II., 375, 376 
Vanadium, II., 375-382 

— acid extraction proces.s, 11., 377 

— alkaline extraction ptocess, II., 378 

379 . 

— analysis of, II., 382 

— electrolytic deposition of, 11., 379 
- ferro, 11., 380 

— literature, 11., 375 

— metallic, II., 3S0 

— occurrence of, II., 375 

— recovery from mill solution, II., 379 

— uses, 11., 381 

Vanadium alloys, 11., 70, 3S0, 381 

— carbide filaments, II., 366 
• colours, II., 381 

— inks, 11., 381 

— mordants, II., 381 

— ores, II., 376, 377, 382 

— oxide, 1., 240; II., 375 

— steel, 11., 375, 380, 381 
Varech, I., 408 

Vaseline, extraction of iodine with, 1. 41 1 

Vases, II., 157 

Vassy cement, 11., 86 

Venetian glass, 11., 242, 270 

Verbundglas, II., 265 

Vemeuil’s blowpipe, II., 64 

V'ertical jigger, II., r7i 

— kiln, 11., 103 
Vicat needle, 11., 123 
Victoria stone, II., 129 
Vinasse, ammonia from, I., 454 

— cinder, 1., 338 
Vincent’s process, 1., 338 • 

Violet glass, II., 269 

Viscose silk, use in incandescent mantles, 

II., 304 

Vitreosil, 1., 236; II., 273 
Vitrifiable clays, II., 149 
Vitriol, oil of, I., 248 
j Vitriolised bones, II., 32 
j Voelker’s electric furnace, II., 255 
! Volatile ammonium salts, I., 456, 457 
j Voleker’s silica glass process, II., 273 
Volvic lava, I., 227, 236 
Vosmaer system, I., 149 
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W 

AVall plasters, I., 347, 349 
Wanner pyrometer, I., 69 
Ward’s stone, 11 ., 129 
Ware, sanitary, 11 ,, 157 

— shaping of, II., 169 174 
Wash leather, II., 420 

— mill, for cement, 11., 87, 88 
Washing machine for incandescent 

mantles, II., 306, 307 
Waste gases, acid, I., 235, 238 

— products, use as manure, II., 40 
Watch dials, enamelled, 11 ., 277 
luminous, II., 397 

Water, acid in, I., 173 

— action on carbon, I., 112 

on cellulose, I., 1 1 1 

on metals, I., no 

on non-metals, I., 112 

— aerated, I., 195-200 

— alkaline, I., r 7 2, 173 

— analysis of, I., 193 

— artificial mineral water, I., 195 

— bacteria in, I., ifii 

— chlorine in, I., 159, 160, 173 
■ - disinfection of, II., 8-9 

~ dissociation temperature of, 1., 45 

— distillation of, 166 

— drinking, I., 159 

— estimation of nitrates in, I., 192 

— evaporation of, by fuels, I., 45 

— filtration of, I., 16 1 it sn/. 

— for boilers, I,, 172 175 

— for dairies, I., [83 

— for dyeing, I., 182 

— for paper mills, I., 182 

— for sugar refining, I., 183 

— freeing from oil, 1., 174-175 

— ground, I., :58, 159 

— hard, I., 160, 172, 173, 176 183 

— iron in, I., i68, iSo, iSi, 182 

— laundry, I., 182 

— lead in, I., 161, 16S, 172 

— lithia, 1., 198 

— loss of fuel by hard, I., 173 

— magnesium in, I., 273 

— mineral table, I., 197 

— natural, I., 157 

— nitrates in, I., r 39 

— nitric acid in, I., 159, 160 

— nitrites in, I., 159, 194 

— oil in, I., 174, 175 

— organic matter in, I., 158, 159 

— oxygen consumption value, 1, t6o 
content vital to fish life, I., 192 


Water, ozone treatment of, I., 152 

— permanganate treatment of, II., 60 

— phosphoric acid in, I., 1 60 

— pollution of, I., 160 

— potash, L, 198 

— properties of, I., 103 

— purification by aluminium salts, I., i66 
by aqua-regia, I., 168 

by bleaching powder, I., 167 

by bromine, I., 168 

by calcium peroxide, I., 167 

by chlorine, I., 167 

by copper sulphate, 1., 16S 

by electrolytic chlorine, I., 167 

by hydrogen peroxide, I., 167 

by hypochlorites, I., 167, 168 

by iron salts, 1 ., 166 

by lime, I., 167 

by magnesium peroxide, 1., 167 

by oxidation, I., 167 

by ozone, I., 151, 168, 169 

by pcrhydrol, I., 167 

by permanganate, I., 167 

by precipitation, 1., 166 

by sodium peroxide, I., 167 

— radioactive, I., 158, 198 

— rain, 1., 159 

- removal of alkali from, II,, 61 

of calcium from, I,, 160, 172, 

173, i70-»83i II., 60; see Soft 
water 

of gold from, II., 61 

of iron from, 11., 60, 61 

of magnesium from, 1., 160, 172, 

> 73 . ' 76 '>fi 3 ; II . do 

of manganese from, II. , 60, 61 

of potassium from, II., 60 

— — of sodium from, II., 60 
-- river, i., 158 

— self-purification of, 1., 158 

— soda, I., 198 

— soft, I., 160, 172, 176-183 

— sprays, I., 225, 233, 418 

— spring, 1., 158, 159 

— sterilisation, I., t66 et seq., 168, 169, 

170, 171, 172 

by ozone, 1., 169 

by permanganate, I., 1S2 

by permutite, II , 61 

by ultra-violet rays, I., 169-172 

— technology of, I., 157 et leq. 

— use of sterile, I., 172 
Water-gas, I., 102, 112, 117, 219, 223 
ammonia from, I., 453 

composition of, I., 226 

hydrogen from, I., loi, 1 12 
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Water-gas, uses of, I., 133 
Water-glass, II., 41, I 33 'i 34 , 2 $'. 4 iS; 

see also Sodium silicate 
Water power, I., 368, 475 
Waterproofing, cement mortar, II., 118 

cloth, II., 57 

concrete, II., 118 

Water tube boiler, I., 39, 41 
Weathering of fuel, I., 19 
Wedge mechanical furnace, I., 212, 215 
Wedging of slip, II., 168 
Wedgwood’s pyroscope, I., 74, 75 
Weighing machine, II., 108 
Welding by thermite, II., 71 
Weldon chlorine, bleaching powder from, 
393 

— process, I., 360-362 
Weldon-Pechinery process, I., 366 
Wells, artesian, I., 159 

Welsbach mantles, II., 291, 303, 304 
Wet fish scrap, II., 34 

— grinding, II,, 88, 89, 166 
Wetherill magnetic separator, II., 296 
Whale meal, II., 36 

Wheeling forced feed w.isher, II., 92 
Whipple temperature indicator, I., 69 
Whirlers, II,, 174 
White bricks, II., 203 

— caustic, I., 296 

— clays, II., 160, 164 • 

— glass, II., 243 

— glass, opaque, II., 269, 270 

— lead, in enamels, II., 279 

— lead, use of flux, II., 163 

— overglaze, II., 1S9 

— Portland cement, II., 112 

— stuff, II., 401, 402 

— sulphate of alumina, II., 54 

— ware, II., 195 
Whiting, I.| 241 

— use as glaze, II., 162 

— use as polish, II., 144 
Whole guano, II., 36 
Wiborgh phosphate, II., 32 
Wieliczka salt mines, I., 261 
Wild calorimeter, 1 ., 9 
Wilfley tables, II., 295 
William’s purifier, I., 495 
Williamson’s blue, I., 494 
Windhausen machine, I., 81 
Window glass, II., 253 

Wire cut process for bricks, II., 207 
Wire drawing, tungsten, II., 36' 
Wireless rectifying crystals, II., 403 
Witherite, I., 351 

Wohler phosphorus process, II., 423 

VOL. II.— 31 


I IVolframite, II., 343, 344 
I Wollastonite, 11 . , 244 
' Wood, cements for joining metal to, II., 

i 137 

! — fireproofing, II., 57 
j — potash in, I., 338 
: — use as fuel, 1., 2 
I — water evaporated by, I., 45 
' Woodall-Moon test for mantles, II,, 314 
Woodcock’s instrument, II., 123 
Wool, bleaching by hydrogen peroxide, 

; I-. 423 

— injury by sulphur-lime dips, II., 19 

— washing, suds from, I., 184 

i — waste, use as manure, 11., 39 
: Wounds, treatment with hypochlorites, L, 
I 402 

Wyld furnaces, I., 213 


X 

x-rays, II., 384, 398 
— glass for bulbs, 11., 253 
, — photographs, II., 334 
; Xenotime, II., 369 
: Xylolitc, II., 128 
Xylolith, I., 366 

Y 

I Veadon’s briquette machine, I., 22 
' Yellow clays, IT., 149, 160, 164, 166 
■ — colours, 11., 328, 349 
! — glass, II., 269 
: — overglaze, II., 189 
; Ytterbium oxalate, lb, 301 
1 I'ttrium oxalate, IT., 301 
j Yttro tantalite, 11 ., 338 


z 

Zeolites, lb, 150 

— artificial, II., 59, 60, 61 

— natural, II., 59 
Zeppelin dirigibles, I ., 1 1 5 
Zinc, action on alkalis, I., 116 

— action on water, I., no 

— alloys, lb, 70, 318 

— anti-incruslator, I., 175, 17^ 

_ disinfecting properties of, lb, 16 

— manufacture, I., 327 
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Zinc blende, I., 206, 207, 214 

— chloride, disinfecting properties of, 11 ., 

16 

■ germicidal value of, 11., 3 

— copper couples, action on water, I., no 

— oxide, in enamels, II., 277 

in glass, II., 248, 353 

in glazes, II., 165 

— perhydrol, I., 422 

— peroxide, I., 422 ; II., 7 

— salts, disinfecting properties, II., 16 

— silico-fluoride, II., 119 

— sulphate, disinfecting properties, II., 16 

— sulphide, luminous preparations with 

radium, II., 397 
Zircon, II., 63, 331, 332 
Zirconia bricks, II., 233 

— crucibles, II., 272 

— filaments, II., 334 


Zirconia gas mantles, II., 334 

— illuminants, II., 334 

— quartz ware, II., 333 

— refractory materials, II., 333 

— statistics, II., 335 
Zirconium, II., 331-3351 355 

— estimation of, II., 335 

— filaments, II., 355 

— literature, II., 331 

— metallic, II., 333 

— occurrence of, II., 331 

— pigments, II., 334 

— uses, II., 332-335 
Zirconium acetate, II., 334 

— carbide, II., 334 
filaments, II., 366 

— ores, II., 334 

— silicate, II., 63 
Zschimmer’s glass, II., 265 


Printed at The Darien Press, Bristc Place, EdMursh. 








